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ABSTRACT
ADDITIVE AND INTERFACE ENGINEERING OF LEAD-TIN MIXED LOWBANDGAP PEROVSKITE SOLAR CELLS FOR HIGHER EFFICIENCY AND
STABILITY
NABIN GHIMIRE
2021
Lead (Pb) -Tin (Sn) mixed perovskites suffer from large open-circuit voltage (VOC)
loss due to the rapid crystallization of perovskite film, creating Sn and Pb vacancies. Such
vacancies act as defect sites expediting charge carrier recombination, thus hampering the
charge carrier dynamics and optoelectronic properties of perovskite films. In the first
project, we focused on the passivation of perovskite surface defects to increase the opencircuit voltage of the 1.25 eV low-bandgap perovskite solar cells by utilizing a trace amount
of Phenethylammonium iodide (PEAI) in the perovskite precursor solution as a doping
agent. The incorporation of PEAI in perovskite precursors improved the perovskite film
quality and crystallinity. In addition, it lowered the electronic disorder, enhancing opencircuit voltage up to 0.85 V, and power conversion efficiency up to 17.33 % was obtained
with improved dark and ambient stabilities.
In the second project, we improved the charge transport dynamics of the Pb-Sn perovskite
using interface engineering strategy by inserting an ultra-thin layer poly [bis(4phenyl)(2,4,6-trimethylphenyl)amine] (PTAA) over the commonly used HSL of poly(3,4
ethylenedioxythiophene)polystyrenesulfonicacid (PEDOT: PSS). Modification of HSL
ensured the suppression of the interfacial defects, enlarged the perovskite grain sizes,
improved the crystallinity of the perovskite layer, enhancing open-circuit voltage up to

xix

0.85 V, and a fill factor approached to ~ 80 % thus, power conversion efficiency boosted
up to 19.41 % with improved dark-shelf and operational stabilities. These simple yet
powerful additives and interface engineering techniques seem promising strategies to
mitigate VOC-loss in Pb-Sn mixed low-bandgap perovskite solar cells and can be easily
applied in other mid-bandgap wide-bandgap perovskites.

Keywords: Low-bandgap perovskite solar cell, defect passivation, PEAI salt, interface
modification, low VOC deficit, lower trap, non-radiative recombination, PTAA
modification
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CHAPTER 1: INTRODUCTION
1.1 Background
Due to the extreme impact of human behavior on the environment, there is an urgent
need to sustain all our activities. Human beings have relied upon the use of energy sources
since the beginning of human civilization. Fossil fuels and oils have been serving as
significant sources of energy demands right from the start of the industrial revolution. This
has led to an upsurge in global carbon dioxide (CO2) emissions levels. There are many
implications of the continued use of fossil fuels and natural gas as demands for energy
usage increase. CO2 emissions, depletion of the ozone layer, air pollution, deforestation,
and global warming are a few of the consequences that the heavy use of the fossils fuels
and natural oils are causing [1]. Immediate actions need to be taken to reduce the damage
to the environment. As the demand for energy is increasing, the non-renewable energy
sources such as fossil fuels and natural gases also draining quickly [2]. The two primary
reasons that stress seeking alternatives to fossil fuels and natural gases are the everlasting
energy demands and energy restriction contribute to climate change. Reports say there are
1.4 billion people who are lacking from access to energy, and the rural communities
relying on the conventional use of biomass is projected to increase from 2.7 billion in 2016
to 2.8 billion in 2030 [3]. On the other hand, supplying all the energy requirements in a
modern, comfortable lifestyle yet sustaining the virtual community’s needs has never been
this crucial before. Sun is the most reliable and renewable source of energy. Tapping this
endless source of energy and converting it into reliable forms are very significant. Solar
energy itself, if utilized 100%, can fulfill the energy demand of the entire world.
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Photovoltaic (PV) technology is considered one of the most reliable means to harvest solar
power by converting sunlight into electrical energy. The principle of “The photovoltaic
effect” and was discovered by Edmond Becquerel in 1838 using an electrochemical cell
[4]. The photovoltaic effect states that “The electrons can be promoted to the higher
energy state if the material is exposed to the illumination of the light.” The first
demonstration of PV cells was performed by Charles Fritts in 1884 using a thin sheet of
selenium covered with a thin film of gold. The power conversion efficiency (PCE) of such
cell was <1 %[4]. Later as technology advanced, the most helpful demonstration of the
PV effect was evident using solid-state-device, mainly photodiodes. When sunlight is
incident upon the photodiode, the electrons present in the valance band absorb energy and,
being excited, jump to the conduction band and become free. These excited electrons
diffuse, and some reach the rectifying junction, where they are accelerated into the p-type
semiconductor material by the built-in potential. This generates an electromotive force
and an electrical current, and thus some of the light energy is converted into electric
energy. [5, 6]. Depending upon the advancement of materials and fabrication processes,
the PV solar cells can be broadly categories into three generations.
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Figure 1.1. Three major PV technologies
As shown in figure 1.1 above, the first generation of solar cells is silicon solar cells
fabricated from monocrystalline, polycrystalline silicon (Si) wafers. This type is the oldest
and the most common due to high power efficiencies. However, the manufacturing process
of first-generation solar cells require high temperature and are not flexible. Therefore, the
second generation of PV technology was thin-film solar cells. This type of solar cell is
fabricated using thin layers of semiconductor material, such as cadmium telluride or
copper indium gallium selenide, or amorphous or microcrystalline Si. The typical
thickness of such thin film is only a few micrometers; therefore, they have a lower
production cost than the first generation.
Nonetheless, they have lower efficiencies in comparison to the first generation. The third
generation is called next-generation solar cells. This new generation of solar cells is being
made from various new materials besides silicon, including nanotubes, silicon wires,
organic-inorganic metal halides (perovskites), and solar inks using conventional printing
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press technologies, organic dyes, and conductive plastics. This type of solar cell is
fabricated using thin layers (a few hundred nanometers) of semiconducting materials.
These next-generation technologies may offer lower costs, greater ease of manufacture, or
other benefits. Further research will see if these promises can be realized. Currently, most
of the work on third-generation solar cells is still at the research level.
1.2 Basic theory of a solar cell
When photons hit the solar cell, electrons are promoted to conduction band from the
valance band if incident photons have sufficient energy. Photons must transfer their energy
to carriers in material. The carries should preserve significant parts of the absorbed energy,
and then carriers should be collected at the PV device's terminals, resulting in electrons in
the metallic wires flow through the electric circuit.
1.2.1 Electrical model of a solar cell
Under continuous illumination, the solar cell can be modeled as an electrical equivalent
circuit with a single diode with series (Rs) and shunt (Rsh) resistances, as shown in figure
1.2. The current equations can be written as.

=

+

(exp

(

−1 −

(1.1)

Figure 1.2. Equivalent solar cell electrical model.

Where, V is applied bias, and I is the total current through the circuit, I0 is saturation
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current. IL is the current generated through light illumination, q is electron charge
(1.60217662 × 10-19 coulombs), n is diode ideality factor, K is Boltzmann constant (1.38
x 10-23J/ºK), and Rs & Rsh are parasitic series and shunt resistances, respectively.
1.3 Solar cell parameters:
Few key solar cell parameters determine the quality of the solar cell are explained briefly
below.
1.3.1 Short circuit current (Isc)
Short circuit current is the current through the solar cell when the voltage across the solar
cell is zero (ISC). In practical application, ISC is expressed in current density, i.e., current
per square of the area.

=

× ! "# $% ℎ" '$(# )"((

(1.2)

1.3.2 Open circuit voltage (VOC)
This is defined as the voltage across the solar cell in an open circuit condition, i.e., when
the current through the solar cell is zero. An equation for VOC is found by setting the net
current equal to zero in the solar cell equation to give,

*+, =

(- . / + 11
0

(1.3)

Where I0 is reverse saturation current, IL is the current generated through light
illumination, q is electron charge (1.60217662 × 10-19 coulombs), and n is the ideality
factor of the diode, K is Boltzmann constant (1.38 x 10-23J/ºK). Finally, T is the
temperature at which the solar cell is operating.
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1.3.3 Fill Factor (FF)
The maximum current and voltage generated by a solar cell are short circuit current (ISC)
and open-circuit voltage (VOC). However, the net power of the solar cell is zero at these
conditions.
The Fill Factor is defined as the ratio of the maximum solar cell power to the product of
ISC and VOC. An ideal value of FF of any solar cell is unity. Closer the value of FF to unity,
the higher the quality of a solar cell.

22 = (*34 ×

34

/(*6 ×

(1.4)

Figure 1.3. Typical I-V and power curves of a solar cell.

1.3.4 Power conversion efficiency (PCE)
VOC, ISC, and FF all are photovoltaic parameters of which defines the essential
characteristics of a solar cell called power conversion efficiency (PCE) and is denoted by
η and is expressed as:
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η=
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(1.5)

Where pin is the power input to the solar cell in the form of light energy.

1.3.5 External quantum efficiency (EQE)
It is the measure of the productiveness of a solar cell as a photon to electron converter.
EQE is expressed as the ratio of the number of charge carriers collected by a solar cell to
the number of photon incidents on the solar surface during illumination.
Mathematically,
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1.4 Introduction to perovskites
Perovskite is an oxide mineral composed of calcium titanate (CaTiO3). The name
perovskite is also applied to the class of compounds which have the same type of crystal
structure as CaTiO3, known as perovskite structure (figure1.4).The Perovskite was first
discovered in the Ural Mountains of Russia by Gustav Rose in 1839 and is named after
Russian mineralogist Lev Perovski.

Figure 1.4. Perovskite crystal found in nature.
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Metal halide perovskites with generic structure ABX3. Where A-site is an organic
cation, such as Formamidinium (FA) and Methylammonium (MA), or inorganic chemicals
such as Cesium (Cs) or a mixture of both organic and inorganic. B site is a metal cation
such as Lead (JK) and Tin (Ln), or a combination of both and X is the binder of A and B,
and it could be Chlorine (Cl) or Iodine (I) or bromine (Br), or it could be a mixture of them.
The perovskite crystal structure is illustrated in figure 1.5. The tolerance factor (t) and
octahedral factor (μ) are the two main parameters determining crystallographic stability
and probable structure. The tolerance factor is known as the ratio of the distance A-X to
the distance B-X in the solid-sphere model and is expressed as.

= (M!+MN) √2 (MO+MN)

(1.7)

Here, M!, MO, #-P MN are the Goldsmith ionic radii of the equivalent ions. Where octahedral
factor μ represents the ratio of MO/MN. Perovskite crystal structure generally has 0.81< t
<1.11 and 0.44 < μ < 0.90. To have a more stable perovskite crystal structure thus one more
condition needs to be met, which is M!>MO>MN.

Figure 1.5. Organic-inorganic metal halide perovskite crystal structure
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1.4.1 Properties of metal halide perovskites
Perovskite is a semiconductor with many exciting properties useful in many
optoelectronic applications, such as LEDs, solar cells, and lasers [7-14]. Some of the
essential properties are briefly discussed below.
1.4.1.1 Optoelectronic properties
Metal halide perovskites have several valuable optoelectronic properties that make
perovskites suitable candidates for many optoelectronic applications. Unlike silicon,
perovskites have a high absorption coefficient. Due to this, the thickness of the active
perovskite layer is reduced (compared to silicon with several micrometers), and a few
hundred nm of the active layer is sufficient to absorb an adequate amount of light for
photon-electron conversion.
Another unique property is the long charge carrier lifetime. Perovskite possesses a long
charge carrier lifetime in the range of microseconds. Sufficient time is essential for charge
carriers to transverse across the thickness of the perovskite before electrons and holes can
get recombined. Perovskites also have low binding energy (30-100 eV), due to which
photo-generated charge carriers become free at room temperature, ensuring the facile
charge collection at the electrodes.
1.4.1.2 Bandgap tunabilty
The most peculiar property of a perovskite semiconductor is that the bandgap can
be easily tuned over a wide range just simply playing with the A, B, and X site components
of ABX3. Perovskite can be tuned to as low as 1.2 eV by simply alloying B site cation (Sn
and Pb) in a proper ratio. If Cs is used as A-site cation and Br, or Cl or I is used as X, the
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bandgap can be tuned as high as 3.06 eV [15]. Band-tunability opens avenues for multijunction perovskite solar cells (PCSs), LEDs and lasers. Multi-junction PSCs are essential
to overcome the efficiency limit of single-junction perovskite solar cells, which have
already achieved the theoretical thermodynamic limit.
1.4.1.3 Ease of processing
Growing the perovskite is easy and cost-effective. Any perovskite composition can
be either solution-processed at low temperature (< 150ºC) or solvent-free. Some notable
solution-based methods are spin-coating, slot die coating, spray coating, and doctor
blading. In solution-free methods, perovskite precursors are co-evaporated in a high
vacuum system using a thermal evaporator, but the solution-based process is easy and costeffective as all the perovskite precursor chemicals can be easily dissolved in the solvents.
Solution processability also allows roll-to-roll processing of the perovskite devices. This
would be useful in the large-scale production of perovskite devices.
1.4.1.4 Defect tolerance
Experimental studies have shown that metal halide perovskites are defect tolerant.
Especially point defects and vacancies in perovskite semiconductors lie outside the
electronic bandgap, making perovskite ideal for PV applications and various optoelectronic
applications. The apparent source of vacancies in ABX3 perovskite is loss of A-site cation
(predominantly MA because of its volatile nature) and halide anion. B-site cations are not
easily prone to the formation of vacancies because of their high formation energy and high
redox potentials unless it is Sn. Thus, charge neutrality comes from self-regulating a loss
of A-site cation by losing an X- site halide cation. Thus, the donor-acceptor charge
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neutrality in the perovskite structure is responsible for overall system charge neutrality
[16].
1.4.1.5 Lightweight and flexible
Among all existing thin film solar materials, perovskite has the highest power per
weight, making it ideal for different lightweight optoelectronic applications. Because of
lightweight and solution processing capabilities, perovskites can be used to make flexible
devices.
1.5 Perovskite solar cell architectures
Perovskite solar cell device architecture can be broadly categories into three main
architectures as shown in schematics below (figure 1.6).

Figure 1.6. Schematics of the three PSCs architectures [9].
Irrespective of the architecture used, the light reaches the perovskite via TCO and
hole selective layer or electron selective layer. The architecture is named based on the order
in which the layers are deposited on the TCO. In planner regular n-i-p architecture, the
bottom layer is an electron selective layer, followed by the perovskite layer, and the top
layer is the hole selective layer. The compact electron selective layer is generally compact
TiO2 or SnO2. The Mesoscopic n-i-p architecture (Meson-i-p) has compact and
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mesoporous scaffolds that serve as a channel for electron transport. However, inverted pi-n architecture has an inverted order of layers compared to n-i-p architecture; hence, the
name is inverted p-i-n. A p-i-n structure has a hole selective layer up on TCO followed by
perovskite and electron transport layers. In all structures, the topmost contact is a metal
contact, and it can be silver (Ag) or gold (Au), or aluminum (Al).

1.6 Basic working principle of a typical perovskite solar cell

Figure 1.7. (a) Planner inverted p-i-n structure of PSC, (b) band diagram of typical p-i-n
structure PSC
As shown in figure 1.7 (a-b), the perovskite layer is deposited between two opposite charge
selective layers. Thus, the basic principle of perovskite solar cell operation involves the
disassociation of electrons and holes as free charges upon the incident of sunlight to the
perovskite via TCO and HTL, transportation of these holes and electrons by HTL and ETL
in opposite directions, and finally, a collection of holes at ITO side and electrons at metal
electrode side (Ag) thus completing the circuit to drive the external load. The HTL and
ETL transport holes and electrons and block the opposite charge to prevent the
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recombination before collecting these charge carriers at respective electrodes.
1.7 Recent progress in perovskite solar cell research
Organic-inorganic metal halide perovskite photovoltaic technology is still at the
research level but has shown tremendous potential as next-generation solar cell technology.
Since its first demonstration in 2009 ( PCE <4%), PSCs have witnessed significant progress
reaching the single junction-level highest certified power conversion efficiency (PCE) of
25.2% [17]. Excellent photo-physical properties and solution processability make
perovskite solar the best candidate among the solar cell technologies [7-14, 18-20]. The
NREL chart below shows the best research-level efficiency of PV technologies, including
perovskites. The perovskites have emerged as a unique PV technology among other
emerging technologies only in less than one decade, which other technology took almost
many decades to achieve.

Figure 1.8. NREL best research cell efficiency for different PV technologies.
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1.8 Lead-tin (Pb-Sn) mixed low-bandgap perovskite solar cells

Figure 1.9. (a) Variation on bandgap of low-bandgap perovskite with Pb/Sn ratio [21], and
(b) Schematics of typical tandem perovskite solar cells.
Perovskite solar cells (PSCs) have achieved substantial progress in the past few
years, reaching the single junction-level highest certified power conversion efficiency
(PCE) of 25.5 % [22, 23]. Excellent photo-physical properties and solution processability
make perovskite solar the best candidate among solar cell technologies [7-14, 24]. The
Shockley-Queasier limit governs the efficiency limitation of a single-junction perovskite
solar cell [7, 25-27] thus, it is required to use multi-junction (tandem) perovskite solar
cells to push forward the efficiency of the single- junction perovskite solar cells [18]. In
this regard, Lead (Pb)-Tin (Sn) mixed perovskites have gained much attention in past few
years because of their tunable bandgaps (1.2 -1.5 eV), extended range of photon absorption
and lowered extent of toxicity [28-30]. As shown in figure 1.9 (a), the perovskite bandgap
can be turned to as low as 1.2 eV by simply adjusting the Pb/Sn ratio. Advantage such as
bandgap tunability makes Pb-Sn mixed PSCs ideal choice to be used as rear junction sub-
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cell in all perovskites tandem solar cell applications where the excess light filtered through
the wide bandgap ( 1.67 – 1.82 eV ) absorber is absorbed by a low bandgap absorber (1.2
– 1.35 eV) as shown in figure 1.9 (b). Pb-Sn mixed LBG PCSs are getting considerable
attention from the research community in the past few years, with some excellent efforts
to improve chemical compositions, device structures, and fabrication protocol, including
engineering of interfaces, bandgap, solvents, and additives.
1.9 Challenges in Pb-Sn mixed low-bandgap perovskite solar cells
The standard practice used to realize a low-bandgap perovskite absorber layer involves
the use of Sn. Sn and Pb are mixed to serve as a “B” site cation in ABX3. However, the use
of Sn imposes some severe issues resulting in poor film quality, oxidation of Sn2+ to more
stable Sn4+, and creation of defects [31-33].
1.9.1 Poor film quality and crystallinity
Sn-Pb mixed perovskites suffer from inferior film quality as compared to pure lead-based
perovskites. Several experiments have shown that the reaction of “A ”site cation with Sn
is much faster than with the Pb, which causes inhomogeneous crystallization of Pb-Sn
throughout the film [26, 34]. Thus, resulting in poor film morphology, crystallinity, and
compromised PV parameters such as open-circuit voltage (VOC) and fill factor (FF).
Optimization of fabrication protocols, recipes, composition, and processing conditions can
help improve the film quality of Pb-Sn mixed perovskites.
1.9.2 Sn2+ oxidation/ self-doping
Pb-Sn mixed perovskites are prone to oxidation because of the use of SnI2. This is
the main reason for a large difference in PCE between Sn- and Pb- based PSCs. Sn+2 tends
to oxidize to more stable Sn+4 even in a controlled environment. The standard redox
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potential of Sn+2/ Sn+4 is only +0.15 V which is low compared to Pb+2/ Pb+4 with +1.67 V
[35]. This is the primary reason why Pb based perovskites are vulnerable to ambient
atmosphere whereas Sn based, or Pb-Sn mixed perovskites require precise control over
fabrication atmosphere and processing parameters. Oxidation of Sn+2 to Sn+4 is very
crucial, which creates Sn vacancies (p-type self-doping) on the perovskite film surface and
at interfaces facilitating the non-radiative recombination loss in the perovskite.
There have been standard practices employed to compensate for such vacancies by adding
a reducing agent to the perovskite precursors. The most used reducing agent is tin fluoride
(SnF2). Together with SnF2, additives such as metallic tin powder, ascorbic acid have also
been used to compensate for the Sn+2 vacancies [36, 37].
1.9.3 Defects
Due to its polycrystalline nature, perovskite film contains many grains and grain
boundaries. Fewer grain boundaries and large grain size are always preferred as the
possibility of charge leakage is essentially minimized. Pb-Sn mixed perovskites suffer from
defects such as point defects and Sn vacancies during the film formation. Pb and Sn have
different chemical properties, which causes lattice mismatch in Pb-Sn mixed perovskites.
Sn+2 oxidation also causes contraction of grains and introduces residual strain
compromising the efficient charge transportation.
Another issue is breaking of the chemical bond associated with Sn-I because the binding
energy of Sn-I is lower than that of Pb-I. This can create the A-site vacancies in the
perovskite crystals [38].
1.9.4 Large VOC loss
Although Pb-Sn PSCs have higher JSC because of extended range photon absorption but

17

VOC of such PSC is compromised. This is mainly due to Sn+2 oxidation, poor crystallinity,
and defects. VOC loss can be expressed as,
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(1.8)

Where Eg is optical bandgap of perovskite with unit of eV, e is elementary charge.
The main effort to improve the performance of Pb-Sn PSCs has been the strategies to
improve the VOC of the device. Lower the VOC loss better the VOC and other performance
parameters of the PSCs.
1.10 Recent advancement in Pb-Sn mixed low-bandgap perovskite solar cells
Obtaining high-quality Pb–Sn perovskite films is a challenging task. In recent years,
several efforts have been devoted to improving the perovskite and charge interfaces quality
of Pb-Sn mixed low bandgap perovskite solar cells [22, 30, 36, 39-61].
Yang et al. reported that the combined compositional, process, and interfacial engineering
approach uses 75% Pb and 25% of Sn as B site cation and varying the proportion of MA
and FA as A-site cation. This improved the morphology of the perovskite films [44]. The
best PCE of 14.2 % was obtained with the composition MA0.5FA0.5Pb0.75Sn0.25I3 1.33 eV
with decent dark-shelf stability. In 2017, Zhao et al. used thickness optimization of
perovskite layer in 1.25 eV (FASnI3)0.6(MAPbI3)0.4. By controlling the perovskite thickness
and growth process, they could get a decent carrier lifetime of ~ 250 ns with ~700 nm
thicker perovskite layer. The corresponding solar cell gave a certified PCE of ~17% [62].
They further improved the PCE up to ~20% by using strategies such as the incorporation
of bromine, Guanidinium thiocyanate (GuSCN) in the perovskite precursor by suppressing
the perovskite surface defects, suppression of leakage current, and prolonging the charge
carrier lifetime [48, 54, 56, 63, 64].
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Xu et al. used ultrathin bulk‐heterojunction organic semiconductor (PBDB‐T:
ITIC) layer as an intermediary between the hole transporting layer and Sn–Pb‐based
perovskite layer to form a cascaded hole transport interface to minimize the carrier
recombination at perovskite / HSL interface. As a result, PCE of 18.03 % with remarkably
high Voc up to 0.86 V was obtained [65].
Chi et al. replaced PEDOT:PSS layer with NiOx as a hole transport layer, a power
conversion efficiency of 17.25% was obtained with improved thermal stability [63].
Adharsh et al. used DF-C60 into the anti-solvent to form a graded heterojunction to
passivate the defects of Pb-Sn mixed perovskite and obtained a remarkable VOC up to 0.89
V [31]. Kapil et al. used a thin layer of spin-coated PCBM and a layer of thermally
evaporated C60 to form a spike-like structure at the perovskite / ETL interface to minimize
the conduction band offset as low as 0.15 eV. This ensured the facile charge flow from
perovskite to Electron Selective layer ( ESL), eventually improving PCE up to 17.6 % [66].
Jiang et al. employed delayed annealing (DA) treatment to obtain better interfacial
contacts between the layers hence obtained less photo-voltage loss with improved PCE up
to 18.6% [45]. Liu et al. employed the ZnO layer as a cathode buffer layer (CBL) between
perovskite and PCBM interface to prevent the silver diffusion into the perovskite layer,
which ensured reduced energy level mismatch between ESL and perovskite layer. They
obtained PCE up to 18.1 % with an improved open-circuit voltage of 0.78 V [67]. Lin et
al. reported a strategy of using a small amount of Tin (II) powder into the precursor to
reduce Sn vacancies in Sn-Pb mixed low bandgap perovskite and achieved an efficiency
of 21.1 % [58]. Wei et al. employed a strategy to passivate the perovskite defects by adding
a trace amount of PEAI into the anti-solvent during the perovskite fabrication, eventually
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getting PCE up to 18.95% in-film passivated solar cells [68].
Werner et al. employed a contact engineering approach to improve the perovskite /
HSL interface by replacing PEDOT: PSS layer with the PTAA layer. A high-power
conversion efficiency of ~ 20% was obtained with improved thermal stability when
perovskite formation was performed with N2 gas quenching. Nevertheless, the Voc
obtained with this strategy was still lower than that of commonly used PEDOT:PSS as HSL
[21, 26, 28, 44, 55-57, 62]. H. et al. used PEDOT:PSS and PTAA bilayer HSL to fabricate
LBG PSCs but not sufficient detailing on the PEDOT:PSS/PTAA bilayer was
reported [69] . The focus of the work was to enhance the charge carrier diffusion length
by using a trace amount of cadmium in the perovskite absorber layer. They obtained PCE
up to 20.3 % using this strategy. They obtained PCE up to 20.3 % using this strategy.
Tan et al. used formamidine sulfonic acid (FSA) as a surface-anchoring zwitterion
antioxidant to reduce the Sn oxidation as well as to passivate both positively and negatively
charge defects, eventually getting PCE of 21.7% and 18.8% for PSCs with areas of 0.049
and 1.05 cm2, respectively [70]. Li et al. designed a two-step fabrication process to slow
down the perovskite crystallization process. First, SnI2/PbI2 with Methylammonium
thiocyanate (MASCN) and Pyrrolidinium thiocyanate (PySCN) was spin-coated on
PEDOT:PSS substrates, and then FAI solution in isopropanol (IPA) was spin-coated. This
two-step process could prolong the crystallization process with a significant reduction in
Sn2+ oxidation, eventually boosting PCE ~20.4% with a high VOC of 0.865V and good
operational stability [71]. Based on the previous pioneer works in Pb-Sn LBG perovskite
film and device fabrication, improving Pb-Sn perovskites film and device quality includes
the serious consideration of the following three aspects.
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a. Use of better antioxidant and passivation agents to prevent oxidation of Sn2+ to
Sn4+.
b. Control over crystallization process of perovskite film. This might include
optimization of the fabrication process, recipes, and environment, etc.
c. Improvement of the stability of the devices. This includes proper encapsulation
techniques, the right choice of substrates, and charge selective layers.

1.11 Motivation and objectives
1.11.1 Motivation
Fabrication of low-cost, efficient, and stable low-band perovskite solar cells for
perovskite/perovskite tandem application to achieve efficiency beyond the ShockleyQueisser limit single-junction solar cells.
1.11.2 Objective
The objective behind this dissertation is to develop the strategy to fabricate the smooth–
pinhole free, defect passivated Pb-Sn mixed low-bandgap perovskite absorber layers and
use of that layer as a light absorber layer to achieve higher efficiency and stability. To
achieve abovementioned objective, following tasks have been performed.
•

Designed a new triple cation 1.25 eV low-bandgap structure.

•

Employed additive engineering technique to passivate perovskite surface defects for
higher efficiency and stability.

•

Performed several film and device-level characterization methods to study the
defects and the consequence of defect passivation after PEAI incorporation to the
perovskite.

21

•

Introduced a facile interface engineering scheme for suppressing interfacial defects,
charge carrier trap sites and perovskite surface defects.

•

Proposed the grain growth mechanism in not-wetting substrates such as
PEDOT:PSS/PTAA.

•

Studied the charge extraction and transport properties of PTAA modified HTL used
perovskite thin films.

•

Fabricated low-bandgap perovskite solar cells and performed different performance
study.

1.12 Organization of the dissertation
Chapter 1 includes an introduction to perovskite, its structure, properties, and the
working principle of PSCs. This chapter also includes the recent progress in PSCs research,
challenges of low-bandgap perovskite solar cells, and the recent advancement on Pb-Sn
mixed low-bandgap perovskite research motivation and objectives of this thesis work.
Chapter 2 discusses the experimental techniques used for perovskite film and device
characterization throughout the study and related theories associated with each instrument
and tool.
Chapter 3 describes the additive engineering approach employed to improve the Pb-Sn
perovskite film and devices. This chapter also shows several characterization techniques
to study the defects and the consequence of defect passivation.

Chapter 4 presents a facile interface engineering technique of our low-bandgap
perovskite. Different films and device characterizations are also explained in detail.
Chapter 5 is the summary of the dissertation and the proposed future work.
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CHAPTER 2 EXPERIMENTAL TECHNIQUES
2.1 Materials
Indium-doped tin oxide (ITO) substrates (Sheet resistance: 12 Ω/□, size: 1.5 cm x
1.5 cm, thickness: 1.2 mm) were purchased from Hartford Glass Co, USA. Lead (II) iodide
(PbI2,

ultra-dry,

99.999%,

LOT:

T25F034)

was

bought

from

Alfa

Aesar.

Methylammonium iodide (MAI or CH3NH3I, 99.98 %) Formamidinium iodide (FAI or
CH5N2I, 99.9%) was obtained from GreatCell Solar. Cesium iodide (CSI, 99.9%), Tin
iodide (SnI2, ultra-dry, 99.999%, LOT: X15F046), Tin fluoride (SnF2, 99%),
Phenethylammonium iodide (PEAI, 99.9%), Bathocuproine (BCP, 99.9%, sublimed grade
LOT: 0000081433) and Lead thiocyanate Pb(SCN)2 ( 99.5%) were purchased from Sigma
Aldrich, USA. Buckminsterfullerene i.e., C60 (sublimed, 99.98%, Batch: BJ190612) was
obtained from Nano C, USA. Poly (3, 4‐ethylenedioxythiophene) ‐polystyrene sulfonic
acid PEDOT: PSS (Clevios P VP AI 4083) was obtained from Heraeus Germany. Poly [bis
(4-phenyl) (2, 4, 6-trimethylphenyl) amine (PTAA, CAS Number: 1333317-99-9) was
obtained from Sigma Aldrich USA. All the solvents Dimethylformamide (DMF), Dimethyl
sulfoxide (DMSO), and Ethyl acetate used in this study were anhydrous and were
purchased from Sigma Aldrich USA. All solvents and materials were used as received.
2.2 Substrate cleaning
The patterned ITO glasses were cleaned using soap mixed deionized (DI) water, DI
water, acetone, and isopropyl alcohol for 25 minutes each sequentially under ultrasonication and blown dry with N2. The substrates were then cured with UV-O3 for 20
minutes. UV-O3 treatment is necessary to remove any organic contaminants on the clean
substrate and to improve the wettability of the substrates.
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2.3 Perovskite precursor solution preparation
For the first project, the stocks solutions were prepared for both PbI2 and CsI following
the work by Saliba and coworkers [9]. 1 gram of PbI2 was dissolved in 1.46 mL of mixed
solvent (DMF: DMSO, 4:1 v/v) and heated at 180 ˚C for 10 minutes. Similarly, 78 mg (1.5
M) of CSI was dissolved in 200 µL of DMSO and heated at 150 ˚C for 5 minutes. Upon
cooling, 464 µL and 45.25 µL of PbI2 and CsI solution from respective precursor solutions
were mixed with 233 mg of SnI2, 30 mg of MAI, 172 mg of FAI. Together with these
chemicals, 10 mol% of SnF2 (15.6 mg) was mixed in DMF: DMSO (4:1 v/v) to retard the
rapid oxidation of SnI2. For perovskite with PEAI additive, a stock solution of 10 mg of
PEAI in 100 µL DMF: DMSO (4:1 v/v) was prepared and added to the primary precursor
as per need. For example, 10 µL of stock PEAI solution was added to a 666 µL of
Perovskite precursor to get 1.5 mg PEAI per mL of perovskite precursor. The overall
concentration of the perovskite precursor was 1.25 mole.
For the second project, perovskite solution was prepared according to the perovskite
composition FA0.8MA0.15Cs0.05Pb0.5Sn0.5I3. Briefly, 0.8 M of FAI, 0.15 M of MAI, 0.5M of
SnI2, 0.5M of PbI2, 0.035M of Pb(SCN)2 and 0.01 M of SnF2 were mixed to 944 µL of
mixed solvent (DMF: DMSO, 4:1 v/v). For CSI, 78 mg (1.5 M) of CSI was dissolved in
200 µL of DMSO and heated at 150 ˚C for 5-7 minutes and upon cooling 56 µL was added
to the mixed solution. The overall concentration of perovskite solution was 1.55 M. The
solution was vigorously stirred at 60 ˚C for 2 hours before coating the perovskite layer.
2.4 Device Fabrication
Perovskite solar devices were fabricated using both solution-based spin-coating process
and solution free thermal evaporation methods. The hole transport layer and perovskite
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absorber layer were fabricated using solution-based spin-coating method whereas electron
transport layer and metal contact (Ag) were deposited using thermal evaporator system.
Figure 2.1 mimics the low-bandgap perovskite solar cell with all the layers fabricated in
the lab.

Figure 2.1. Schematics of low-bandgap PSC with all layers.
2.4.1 Hole transport layer (HTL) deposition
For the first project, a thin layer of PEDOT:PSS was then spin-coated on the UVO3 cured ITO substrate. The spinning protocol used for deposition was 5000 rpm
speed/4500 rpm acceleration for 40 s, followed by annealing at 120 °C for 20 min. After
cooling to the room temperature, the samples were immediately transferred to a nitrogenfilled GB for further processing.
For the second project, PEDOT: PSS layer was spin coated at 6000 rpm/s speed / 5500
rpm/s acceleration for 40 s and immediately annealed at 140 ˚C for 20 min. For

25

PEDOT:PSS /PTAA samples, a thin layer of PTAA ( various concentrations of PTAA
dissolved in 1 mL of CB ) was spin coated over the PEDOT:PSS coated sample at the speed
of 6000 rpm/s with the ramp of 2000 rpm /s. The samples were immediately annealed at
100 ˚C for 15 min inside a nitrogen-filled glove box.
2.4.2 Perovskite layer deposition
For the first project, 50 μL of the perovskite precursor with and without PEAI addition was
dripped over the PEDOT:PSS-coated surface and then spun at 1000 rpm speed/350 rpm
acceleration for 10 s and 5000 rpm speed/3500 rpm acceleration for 35 s. Then, samples
were quickly washed with 200 μL of anhydrous ethyl acetate at 25th sec of the second step
to facilitate the crystallization process. The substrates were then transferred to a preheated
hotplate and annealed at 60 °C for 3 min and 90 °C for 7 min.
For the second project, 45 µL of perovskite solution was dripped over the PEDOT:
PSS or PEDOT:PSS /PTAA coated surface and then spun at the speed of 750 rpm/s with
ramp of 500 rpm/s for 7 s and 5500 rpm/s speed with ramp rate of 3000 rpm/s for 35
seconds. 180 µL of Ethyl-acetate was quickly casted over the spinning sample at 25th s at
the second process. The substrates were then kept in a glass Petri dish for 5 min before
annealing at preheated hotplate (90 ˚C for 10 minutes).
2.4.3 Electron transport layer (ETL) deposition
For the first project, C60 (28 nm), BCP (7 nm) were thermally evaporated inside a
thermal evaporator under a vacuum of 3 × 10−6 Mbar.
For the second project, C60 (32 nm), BCP (8 nm) were thermally evaporated inside a
thermal evaporator under a vacuum of 5× 10−6 Mbar. The initial deposition rate for C60 was
kept ~ 0.05A˚/sec for 8-10 nm then 0.2A˚/sec was used for rest of the thickness. BCP was
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deposited at rate of 0.15 A˚/sec for entire thickness.
2.4.4 Metal contact (Ag) deposition
Finally, 100 nm of sliver (Ag) electrode was deposited using thermal evaporator
system at rate of 0.2 A˚/sec for 8-10 nm and 1 A˚/sec for rest of the thickness.
2.5 Characterizations and measurement techniques
2.5.1 Film characterizations
2.5.1.1 Absorption profiles of perovskite films using UV-Vis spectroscopy

The absorbance profiles of perovskite films were recorded using the Agilent 8453
UV-Visible spectrometer in the range of 190 nm to 1100 nm using Chem station software.
Since, Perovskite films were grown on top of either PEDOT:PSS or PEDOT:PSS/PTAA,
background information of those films were collected first, and absorbance profiles of
several perovskite films were recorded.
Figure 2.2 shows the basic building block of a typical single beam UV-Vis
spectrometer, a tungsten lamp is used as light source for visible and near-infrared region.
For a UV region a mercury lamp is used. Monochromator splits the light at different
wavelength and passes them to the sample. The absorbance profile is created based on the
light that is absorbed by the sample. The principle of UV-Visible spectroscopy is based on
Beer-Lambert Law.
This law is expressed through this equation:

Absorbance (A) = -log10 (I0/I)

I0 stands for light intensity falling upon the sample, I is transmitted light.

(2.1)
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Figure 2.2. Block diagram of a typical single beam UV-Vis spectrometer

Figure 2.3. Agilent 8453 UV-Spectrometer
Figure 2.3 shows the lab setup of Agilent 8453 UV-Vis spectrometer for a measurement of
thin film semiconductor.
2.5.1.2 Scanning electron microscopy (SEM)
In perovskite research, SEM plays a vital role to diagnosis the perovskite films.
Perovskite is polycrystalline in nature meaning that a typical perovskite film surface
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contains many grains and grain boundaries. SEM is very often used to study perovskite’s
the grain, grain boundaries, surface defects, surface morphology and pinholes. For our
experiments, the morphology of the perovskite films was imaged using a field emission
scanning electron microscope (Hitachi S-4700, figure 2.4) at an accelerating voltage of 3
kV. For imaging the samples, a thin conductive copper tape was used to connect the ITO
glass and sample metal stub. 3 kV of acceleration voltage and 10 μA of current were applied
at the ultrahigh magnification mode using secondary electron (SE) detector. The S-4700
FESEM also equipped with X-ray detection. The quantitative measurement of perovskite
composition was also evaluated on the perovskite surface using SE detector and Oxford
Aztec X- ray detector.

Figure 2.4. Hitachi S-4700 Field Emission SEM
2.5.1.3 Atomic force microscopy (AFM)
AFM is a type of scanning probe microscopy (SPM) that is very powerful for film
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characterizations in perovskite research. Using AFM several film properties such as film
roughness, local current distribution, grain size, and surface potential can be evaluated.
Herein our research, AFM was used for topography imaging of perovskite films and local
current

distribution

as

well

as

topography

imaging

of

PEDOT:PSS

and

PEDOT:PSS/PTAA HTLs. For surface topography imaging, Agilent 5500 AFM was used
as shown in figure 2.5 (left) . As depicted in figure 2.5 (right) typical AFM system consists
of nanometer-sized tip attached with the cantilever, a laser source, a photodetector. As laser
falls on the tip, its movement changes according to the film surface height and roughness.
This changes in the position of tip is detected by a photodetector and based on the surface
information, topographic images are created [72, 73]. Depending upon the contact of the
tip with the sample, different modes of operation such as tapping mode and contact mode
are defined. For topographic imaging, tapping mode was used and for conductivity
measurement current sensing AFM (CS-AFM) was used.

Figure 2.5. (left) Agilent 5500 scanning probe microscope, Schematic of basic AFM
operation (middle), real micro-cantilever and components (right) [72].
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2.5.1.4 X-ray diffractometer (XRD)
X-ray diffractometer is a widely used technique to examine crystal structures in
composite materials. The crystallographic information of a crystalline structures can be
studied using XRD. However, it can be also used to measure the degree of crystallinity in
polymers. Traditionally XRD was used to examine bulk of the material but with the
advancement in optical electronics, it is also possible to obtain the crystallographic
information of thin films as well. When sample is tasted in an X-ray diffractometer, upon
incident of X-ray, the crystal atom’s electrons in the sample scatter the X-ray in all
direction. An electron that scatters the incident X-ray is called scatterer. During the process,
a combination of these scatterers produces an array of spherical wave, but these waves
cancel each other out via destructive interference and only few waves in specific direction
are added together as governed by Bragg’s law (figure 2.6). Mathematically,

2dsinθ= nλ

Figure 2.6. Illustration of Bragg’s law.

(2.2)
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For perovskite samples, XRD patterns were obtained using a Rigaku SmartLab system (2.2
kW, Cu Kα = 1.54 Å). For the measurement, tube voltage of 40 kV and tube current of 44
mA were used in PB/PSA medium resolution mode. A perovskite film coated on a quartz
glass or clean ITO was placed on the flat surface of the sample holder and intensity was
recorded at 2θ. Full width half maximum (FWHM) of peaks of interest were calculated
using PDXL software. Figure 2.7 shows the Rigaku SmartLab system located in the lab.

Figure 2.7. Rigaku SmartLab XRD system.
2.5.1.5 Photoluminescence (PL) spectroscopy
Photoluminescence (PL) spectroscopy is extensively used technique to study and
examine the optical and electronics properties of semiconductors. It is particularly
powerful characterization tool in perovskite research as much information about the labgrown perovskite semiconductor can be collected simply by optically experimenting with
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perovskite thin-films. We performed steady state PL measurements to gain the insight into
the optical and electronic properties of our low-bandgap perovskites. The perovskite layer
was deposited either on the glass substrate or on the top of HTL (in case of HTL modified
project). The light was passed through the surface of the film upon investigation. The
incident photons on the surface of the sample would create free charge carriers if the
incidents photons has higher energy than the bandgap of the material through which light
is passed. In case of modified perovskite, it is essential to get the information about the
strength of photoemission because larger the amount of photoemission, lower the nonradiative recombination sites in the perovskites. In case of HTL modification (perovskite
with charge selection layer), the strength of the photoemission should be less because
generated charge carriers get attracted and collected at the charge selective layer. A typical
arrangement of steady state experiment using Edinburg FLS 920 florescence spectrometer
is shown below.

Figure 2.8. Edinburg FLS 920 florescence spectrometer arrangement for steady state PL
measurement.
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2.5.1.6 Surface profilometry
Profilometry is a technique to extract the topographical information from thin-film
surfaces. There are two types of surface-profilometers based on the types of operation. First
one is called optical profilometer which is a non-destructive way of collecting information
from the thin film sample. The other one is called stylus profilometer that uses a diamond
tip that physically touches the sample surface to extract different surface information as
surface roughness, morphology, and step height hence it is a destructive way of collecting
the information. In our case we used styles based profilometer. The thickness of the
perovskite films and HTL were measured using Vecco Dektek 150 profilometer (figure
2.9).

Figure 2.9. Vecco Dektek 150 surface profilometer.
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2.5.1.7 Contact angle measurement
To check the wettability of the perovskite as well as charge selective layers, we
performed the contact angle measurement using VCA 2000 video contact angle system. In
a typical experiment, a thin film sample was placed on the flat surface and water was
injected drop by drop, as the water drop reaches to the film surface it either stays on the
surface as a drop or disperses throughout the sample depending upon the nature of the
sample and its chemistry with the water. The contact angle of water and the surface is
recorded using the video contact mode.
2.5.1.8 Electronic disorder measurement
Electronic disorder in semiconductors can be quantitatively analyzed by using the
absorption information of the semiconductor of interest. Precise way of calculating the
electronic disorder involves the use of photo thermal deflection spectroscopy (PDS).
Electronic disorder can also be investigated by using the absorbance information from UVVis data or spectral information from EQE data. However, these processes are not as
accurate as PDS and may not give an absolute value, but they are very useful while doing
the comparisons among different semiconductors or same semiconductor with different
treatments. In our case, we used the absorbance data to calculate the electronic disorder
(also known an Urbach energy) of low-band perovskite with or without the PEAI
treatments. An Urbach energy is estimated below the bandgap of the semiconductor using
the relation
@

R = R Exp ( )
@S

(2.3)

Where, α is an absorption coefficient, E (=hγ) is the photon energy, and Eu is the Urbach
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energy.
High value of Urbach energy indicates the presence of defect states between valance and
conduction band of a semiconductor. Thus, lower value of Urbach energy is preferred.
2.5.2 Device characterizations
2.5.2.1 Current-voltage (I-V) measurement
An archetypal setup for measuring the current-voltage response of PSCs was shown in
figure 2.10. an AM 1.5 solar simulator (Model no. 91192, Oriel, USA) in conjunction with
a semiconductor parameter analyzer (Agilent 4155C, figure 2.10 ) was used to measure the
current density-voltage (J-V) characteristics at a light intensity of 100 mWcm-2 determined
by NREL calibrated silicon reference cell (S1133-14). The devices were scanned in both
forward (0 to 1 V) and reverse (1 to 0) at a scan speed of 25 mVs-1. A metal mask of
aperture area 0.08 cm2 was used to define the active area of the devices. No preconditions
were applied for the measurements of all PSCs.

Figure 2.10. Current-voltage measurement setup using solar simulator and semiconductor
parameter analyzer.
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2.5.2.2 External quantum efficiency (EQE) measurement
An external quantum efficiency (EQE) measurement was performed using Newport IPCE
system that consisted of a Xenon arc lamp (Newport, model 67005), monochromator
(Oriel, model 74125) and semiconductor parameter analyzers (Agilent, model
4155C).Figure 2.11 shows a lab setup for EQE measurement of PSCs. An NREL calibrated
photodiode (Hamamatsu mono-Si cell photodetector S111-14) was used to record the
reference EQE spectrum. Two focusing lenses were used to focus the light passed through
the monochromator. Samples were illuminated in a dark condition to avoid the possible
light interference and EQE spectra were recorded in the range of 300-1100 nm with a step
size of 5 nm. Amplifier was used to provide output to the semiconductor parameter
analyzer. Finally, the EQE of PSCs were calculated using the relation below.

EQEsample = (Vsample × EQEreference)/ Vreference

(2.4)

Where EQEsample is the EQE data of the PSCs. Vsample and Vreference are voltages
recorded for perovskite sample and reference photodiode respectively. EQEreference is
the standard EQE for the reference photodiode.

Figure 2.11. Lab set up of the EQE measurement.

37

2.5.2.3 Transient photovoltage and photocurrent measurements
Transient measurements were conducted using nitrogen laser (OBB's Model OL‐
4300) pulse at 377 nm to pump a dye laser (model 1011) for generating a short pulse. This
pulsed laser was used as an excitation source with <1 ns pulse duration and ~4 Hz
frequency. The responses were recorded with the help of oscilloscope.
2.5.2.3.1 Transient photovoltage (TPV) measurements
The TPV measurement was performed to study the photoconductivity of the PSCs.
In a typical setup, devices were illuminated with white light (1.5 AM) and kept at open
circuit voltage by applying very high impedance of 1M Ω across the solar cell terminals
(figure 2.12). The charge recombination lifetime or charge carrier lifetime (τrec) was
calculated from fitting of the exponential decay curve with mono-exponential function
[30].

Figure 2.12. Schematics of TPV measurement.
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2.5.2.3.2 Transient photocurrent (TPC) measurements
The TPC measurement was performed to study the photoconductivity of the PSCs.
In a typical setup, devices were kept and at short circuit condition by applying very low
impedance of 50 Ω across the solar cell terminals (figure 2.13). The charge transport time
(τtr) was calculated from fitting of the exponential decay curve with mono-exponential
function [30].

Figure 2.13. Schematics of TPC measurement.

2.5.2.4 Electrochemical Impedance Spectroscopy (EIS) and Mott-Schottky
measurements
Electrochemical Impedance Spectroscopy (EIS) is a powerful tool to measure the
electrochemical reaction to an AC potential over a wide range of frequencies [19, 74, 75].
EIS is a very established technique to estimate the charge extraction and charge
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recombination processes in PSCs[76]. For an EIS measurement, Ametek VERSASTAT3‐
200 Potentiostat was used in the frequency range 1 Hz–1 MHz with amplitude of 20 mV
in dark condition at MPP. The values of charge charrier recombination resistances were
calculated by fitting plots using single RC circuit.

Capacitance-Voltage measurement

was performed using Ametek VERSASTAT3‐200 in Mott-Schottky mode with fixed
frequency of 20 KHz and perturbation AC voltage of 20 mV in dark condition. The builtin potential at the charge interfaces were calculates using the mott-Schottky plot.
2.5.2.5 Charge mobility measurement using photo CELIV
Photo CELIV measurement is used to investigate the charge extraction quality of
charge selective layers of a photovoltaic device. In a mobility measurement experiment
using photo CELIV, a linearly increasing voltage (triangular pulse) is applied to extract
thermally generated charge carriers and mobility is calculated from the peak of the
extraction time of corresponding transient curve [77-81]. The charge carrier mobility (μ)
is expressed as [82];

μ=

VG W

W
XYCZ[\

(2.5)

Where tmax is the maximum attainable voltage. A is the slope the ramp voltage applied; d
is the thickness of the active layer.
2.5.2.6 Space charge limited current (SCLC) method for trap density calculation
Trap densities in the device can be calculated using SCLC measurement. In the dark J-V
curve of a single carrier device (Hole only or electron only device), there are three distinct
regions and can be defined by J ∝ Vn relation, with n=1 being ohmic region, n=2 is the
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SCLC region or the child region. The third region (n>3) is called the trap-filled region
(TFL), which lies in between the ohmic and child region, where current increases quickly
and non-linearly with a small increase in bias voltage specifying that traps are continuously
filled up with the charges[83]. The kink point is called trap-filled-limit-voltage (VTFL) and
is used to calculate the trap density (Ntrap) using the equation below [84].

^CD_F =

V`0 `a bc/
B W

(2.6)

Where ε0 and εr are free space vacuum permittivity and relative dielectric constant of the
active layer, respectively; L is the thickness of perovskite film, and e is the elementary
charge.
2.5.2.7 Light Intensity dependence on VOC and JSC and FF
The charge recombination and charge extraction mechanisms can be studied by simply
varying the incident light intensities on the solar cell and recording voltage and current
responses at different intensities. The relationship between VOC and light intensity (I) is
given by,

*+, =

ln . 1
0

(2.7)

Where q is the elementary charge, n is the ideality factor, K is the Boltzmann constant, and
T is the temperature. The value of the slope of VOC versus ln (I) profile is used to estimate
the diode ideality factor and indicate the recombination mechanics dominating the device
during the operation. The value of slope KT/q away from the unity indicates the dominance
of trap-assisted monomolecular Shockley–Read–Hall (SRH) recombination, and the
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slope's value closer to the unity indicates the dominance of bimolecular recombination
phenomena in the device.
In light dependence current test, the charge extraction ability of a charge selective
layer is estimated quantitatively using a relation.
')∝ R

(2.8)

Where JSC is the current density at light intensity I. R is estimated from the slope of the
curve. Value of R near to unity indicates the superior charge extraction ability of the charge
selective layer and also indicates the lower extent of recombination and potential barrier
[85, 86]. Significantly lower value of R indicates the presence of defects states in the
device.
The light dependence FF test is performed to evaluate the recombination kinetics
in the device during the operation. The FF value is expected to be almost constant
throughout the illumination intensities if the recombination mechanism in a solar cell is
dominated by bimolecular recombination. In the presence of traps and recombination
centers, FF will not be constant because more photo-generated charges will be needed to
fill-up the traps [87-90].
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CHAPTER 3 MITIGATING OPEN CIRCUIT VOLTAGE LOSS IN LEAD-TIN MIXED
LOW-BANDGAP PEROVSKITE SOLAR CELLS VIA ADDITIVE ENGINEERING

3.1 Introduction
Fabrication of high quality Pb-Sn mixed low-bandgap perovskites is challenging
because of the inferior film quality and chemical instability related to rapid oxidation of
Sn+2 into more stable Sn+4. Because of the oxidation, vacancies are created on the
perovskite film’s surface causing inferior optoelectronic quality, low crystallinity, and
inefficient charge transfer properties. Rapid crystallization is also a major issue in LBG
perovskites that makes perovskite film surface susceptible to defects and traps causing high
non-radiative recombination loss which seriously compromises performance of the solar
cells. Specially, high open circuit voltage (VOC) loss is a major issue in LBG perovskite
solar cells. In this project, we employed an additive engineering technique to improve the
perovskite film quality and compensate the perovskite surface defects. The aromatic
compound Phenethylammonium Iodide (PEAI) was selectively chosen as doping agent to
compensate the Sn oxidation. A trace amount of PEAI directly added to the perovskite
precursor solution not only improved the perovskite film quality and crystallinity but also
lowered the electronic disorder thereby boosting the VOC as high as 0.85 V (VOC loss of 0.4
V) and power conversion efficiency up to 17.33%.
The value of VOC loss achieved with this approach is amongst the smallest obtained for
similar bandgap LBG PSCs. With the PEAI treatment, the stability of the unencapsulated
PSCs also improved. This work presents a simple doping strategy to mitigate the VOC loss
of Pb-Sn mixed low-bandgap perovskite solar cell.
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3.2 Result and Discussion
The chemical composition of FA0.8MA0.15Cs0.05Pb0.5Sn0.5I3 was chosen as the baseline
composition for the films and devices fabrication. The composition was fabricated using
the anti-solvent aided single step spin-coating method and was tested several times to get
the consistent film quality and optical bandgap. For doping, different PEAI concentration
were added to the perovskite solution. The perovskite films and devices fabricated using
as 0.5 mg PEAI per mL, 1.5 mg PEAI per mL 2.5 mg PEAI per mL of perovskite solution
were termed as 0.5 PEAI, 1.5 PEAI, and 2.5 PEAI respectively. The pristine films or
devices made without PEAI addition in the perovskite solution was named as “Control”.
3.2.1 Solar cell fabrication process

Figure 3.1. Low-bandgap perovskite solar cell fabrication process.
Figure 3.1 shows the complete solar cell fabrication process, first a thin layer of
hole transport layer (PEDOT:PSS) was deposited at ambient condition using the spin-
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coater. The spinning parameters used were 5000 rpm speed and 4500 rpm acceleration for
40 s and annealed at 120º C for 20 min. Immediately after cooling down to the room
temperature, samples were processed inside the nitrogen-filled glove box. For a perovskite
deposition, 50 µL of perovskite solution was spin coated on the PEDOT: PSS coated
surface. The protocol used for spinning was 1000 rpm speed /350 rpm acceleration for 10
s and 5000 rpm speed /3500 rpm acceleration for 35 seconds. The samples were quickly
wash away with 200 µL of anhydrous ethyl-acetate at 25th sec of second step to aid the
crystallization process. The substrates were then annealed at 60 ˚C for 3 min and 90 ˚C for
7 minutes. For ETL deposition, C60 (28 nm), BCP (7 nm) were thermally deposited inside
a thermal evaporation chamber before depositing 100 nm silver as contact electrodes.
3.2.2 Optical, Electrical, and Physical properties of perovskite films
Figure 3.2 (a) shows absorbance spectrum of control and various amount PEAI doped
perovskite films.1.5 PEAI showed better absorbance than other concentrations of PEAI,
however the optical bandgap remained constant at 1.25 eV as depicted in figure 3.2 (b).

Absorbacne (a.u.)

Control
0.5 PEAI
1.5 PEAI
2.5 PEAI

(b)

Control
1.5 PEAI

(αhν
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Figure 3.2. (a) UV-Vis spectra of control and various amount PEAI doped perovskite films,
and (b) Tau-c-plot of control and 1.5 PEAI doped perovskite films.
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Figure 3.3 illustrates the top view scanning SEM images of perovskite film with and
without PEAI addition. All perovskite films showed compact film morphology without any
pinholes but 1.5 PEAI showed enhancement in compactness and smoothness of the film.
The white particles can be seen in control film that might be PbI2/SnI2 complex. The films
with PEAI have so such particles on the surface. Hence it can be said that PEAI not only
improved the compactness and smoothness of films but also removed unwanted PbI2/SnI2
complex from the film surface. SEM result is also in a good agreement with the
topographical images acquired from the AFM measurement where reduction in the RMS
roughness in PEAI treated films was observed (Figure 3.4 ).

Figure 3.3. Top view SEM micrograph images of perovskite films (All scale bar has a
dimension of 1 μm).
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Figure 3.4. AFM topography images of perovskite films (All scale bar has a dimension of
1 μm).
To see the impact of PEAI doping in perovskite film crystallinity, we performed an
XRD experiment. As shown in figure 3.5 (a) ,the formation of perovskite was confirmed
with observed diffraction peaks at 2θ of 14.09° and 28.2°, 32°, 41° can be assigned to (110),
(220), (310), and (214) lattice planes of the perovskite crystals respectively. A peak at 12.5°
can be assigned to an uncoordinated PbI2/SnI2 complex. There exist no new peaks for the
PEAI doped films and is like diffraction pattern of control film. This confirms that no 2D
phases were formed in the PEAI doped cell. To further explain the effect of PEAI doping
into the perovskite precursor, full width half maximum (FWHM) and peak intensity of
perovskite main characteristics peak at 14.1° was estimated for each perovskite film (figure
3.5 b). The FWHM value for 1.5 PEAI narrowed down to 0.22° from 0.32° for the control
perovskite film, signifying the improved crystallinity of PEAI doped perovskite films.
Additionally, perovskite peak intensity increased with increasing the PEAI concentration
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with showing best value at 1.5 PEAI.
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Figure 3.5. (a) XRD pattern of perovskite films with and without PEAI addition, (b) Full
Width half Maximum (FWHM) and peak intensity profile of perovskite films with various
addition of PEAI.
Since, 1.5 PEAI films showed better absorbance, crystallinity, less surface
roughness, and compact film morphology than other doping concentrations, we considered
control and 1.5 PEAI films for further characterizations.
To further understand the film quality after the of PEAI doping, electronic disorder also
known as Urbach energy was estimated by linear fitting ln (α) vs. hγ profile using the
relation α = α0 Exp (E/Eu), where α is the absorption coefficient, E (=hγ) is the photon
energy, and Eu is the Urbach energy [31]. As shown in figure 3.6 (a), the control sample
has Eu ~ 100.95 meV, where 1.5 PEAI showed reduced value of 64.28 meV. The perceived
reduction in the Urbach energy is a hint of reduced trap densities in the 1.5 PEAI film and
is in a good agreement with steady-state photoluminescence (PL) study of perovskites films
(figure 3.6 b), where 1.5 PEAI film showed higher PL strength than control film suggesting
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the reduction in non-radiative recombination loss due to PEAI doping.
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Figure 3.6. (a) Estimation of Urbach energies of control and 1.5 PEAI films. (b) SteadyState Photoluminescence profiles of control and 1.5 PEAI films.
3.2.2.1 Possible defect passivation mechanism using PEAI
The overall defect passivation mechanism using PEAI is presented in figure 3.7.
NH3+ in PEAI can coordinate with Lewis acids such as PbI2 and SnI2 and form coordination
bonds. The coordination bonds are useful during the perovskite crystallization as Sn tend
to crystallize faster than Pb counterpart. Coordination bond binds the uncoordinated Sn
molecules with perovskite crystal lattice by forming lewis-base adduct in perovskite film.
Besides, iodide (I-) in PEAI can provide excess iodide to reimburse the iodide vacancies
[91, 92]. In addition, the rapid oxidation of Sn+2 into Sn+4 can be inhibited by the
hydrophobic phenyl ring of PEAI [36, 49, 93]. This advises the defect passivation ability
of PEAI salt by passivating both positive and negative defects.
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Figure 3.7. Schematics for possible defects passivation mechanism using PEAI.
To verify the possible defect passivation mechanism, we conducted Raman
spectroscopy of PEAI-PbI2, and PEAI-SnI2 complexes [94]. Since, N in PEAI has Sp3hybridization with electronic configuration as 1s2 2s2 2p3 where three hybridized orbitals
can form three covalent bonds. One leftover lone pair of electrons has tendency to
interrelate with other hybridized orbital via formation of a coordination bond [91, 94]. The
delocalization of such lone pair electrons into the empty orbitals of Pb+2 or Sn+2 is beneficial
for perovskite crystallization as it can extend the crystallization process for smooth,
compact and defects free morphology. As shown in figure 3.8 (a), strong vibrational bands
near 1076 and 1250 cm-1 can be credited to the Sn-N bond formation via delocalization of
lone pair electron of PEA upon deprotonation N into the empty orbital of Sn+2 [95]. On the
other hand, PEAI-PbI2 complex showed a new peak at 131 cm-1 and peak shifts from 482
to 423, 818 to 842 and 1004 to 1052 cm-1 which can be ascribed to the Pb-N
vibration[96].These interactions are further illustrated by graphical schematic in figure 3.8
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(b). In addition, the evidence of the compensation of halide vacancies by excess iodide
from PEAI was also supported by energy dispersive spectroscopy (EDS). As depicted in
figure 3.9, upon PEAI doping iodide Wt. % increased as compared to that of control,
suggesting that excess iodide from PEAI can fill the iodide vacancies created during the
perovskite formation process.
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Figure 3.8. (a) Raman spectra of PEAI powder, PEAI-PbI2 and PEAI-PbI2 complexes. (b)
Possible coordination mechanism of lone pair electrons in PEA with Sn+2 and Pb+2.
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Figure 3.9. EDS results of control and 1.5 PEAI doped perovskite films for elemental Wt.
% calculation.

3.2.3 Performance study of solar cells
To corroborate the improvements on the perovskite film quality as evidenced with optical,
electrical, and physical properties of PEAI doped perovskite films, we fabricated complete
solar cells in several batches. Figure 3.10 shows J-V curves for PSCs with and various
addition of PEAI. As expected, 1.5 PEAI showed the best performance, delivering an
excellent average PCE of 16.98%.The corresponding statistics of photovoltaic (PV)
parameters are summarized in Table 3.1. The average value of corresponding parameters is
followed by standard deviation and best value is enclosed by a parenthesis. Statistics were
obtained from 25 best performing devices for each condition.
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Figure 3.10. J-V curves of PSCs without and with various addition amount of PEAI.
Table 3.1. PV parameters of PSCs without and with various addition amount of PEAI.
Devices

VOC (V)

JSC (mA cm -2)

FF (%)

PCE (%)

Control

0.73 ± 0.02

26.89 ± 0.6

64 ± 0.02

13.84 ± 0.7

(0.76)

(27.49)

(70.00)

(14.61)

0.79 ± 0.04

26.93 ± 0.5

68 ± 0.03

14.93 ± 0.4

(0.82)

(27.42)

(71.23)

(16.01)

0.83 ± 0.01

27.47 ± 0.20

72 ± 0.01

16.98 ± 0.3

(0.85)

(27.93)

(73.13)

(17.33)

0.80 ± 0.1

26.76 ± 0.4

67 ± 0.05

14.58 ± 0.6

(0.82)

(27.70)

(69.51)

(15.21)

0.5 PEAI

1.5 PEAI

2.5 PEAI

Figure 3.11 (a) shows the J-V curves for best-performing control and 1.5 PEAI PSCs. Table
3.2 summarizes the PV parameters for control and best performing 1.5 PEAI devices for

53

both forward and reverse sweeps. The best PCE of 14.61 % was obtained for the control
device in the reverse scan, demonstrating a short current density (Jsc) of 27.49 mA cm-2,
open-circuit voltage (VOC) of 0.76 V, and fill factor (FF) of 69.97%. 1.5 PEAI device
showed the best PCE of 17.33 % in a reverse sweep with significantly increased Voc of
0.85 V, FF of 73.13%, and Jsc of 27.89 mA cm -2. VOC loss of 1.5 PEAI device is only 0.4
V, which is 22.5% lower than in control with 0.76 V. This achieved Voc loss is among the
least Voc loss reported with similar bandgap (1.2-1.27 eV). Additionally, the 1.5 PEAI
device also showed a much lower hysteresis index of 0.14% compared to the control with
0.25 %. An external quantum efficiency (EQE) spectrum and corresponding integrated JSC
curves of control and 1.5 PEAI devices are shown in figure 3.11 (b). The integrated JSC
obtained from the EQE measurement were 27.17 mA cm-2 and 27.59 mA cm-2 for the
control and 1.5 PEAI devices, respectively, which are consistent with the JSC extracted
from the J-V curves.
For stable output power (SPO) measurement, devices were biased at respective maximum
power outputs. SPO for control and 1.5 PEAI devices were found to be 14.31% and
17.01%, respectively (figure 3.11 c). Figure 3.10 (d) shows the VOC histogram of 25
devices each for control and 1.5 PEAI conditions. An average VOC of 0.83 V is acquired
for 1.5 PEAI devices compared to the control with 0.73 V. The 100 mV increase in average
Voc indicates the impact of the PEAI doping. Figure 3.10 (e) shows the PCE histogram of
25 devices for each condition. 1.5 PEAI devices showed the best average PCE of 16.98%,
whereas the control devices showed 13.84 %. More than 75% of 1.5 PEAI devices showed
a PCE > 17%, indicating good repeatability, whereas control devices showed lower PCE
with much wider dispersion.
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Figure 3.11. (a) J-V curves, (b) EQE profiles, (c) Stabilized power outputs (d) VOC
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Table 3.2. Photovoltaic parameters of best performing control and 1.5 PEAI devices with
both forward and reverse sweeps.
Devices

Scan

Jsc (mA cm-2)

Voc(V)

FF (%)

PCE (%)

Control

Forward

27.42

0.75

70.00

14.39

Reverse

27.49

0.76

69.97

14.61

Forward

27.93

0.84

73.00

17.12

Reverse

27.89

0.85

73.13

17.33

HI (%)
0.25

1.5 PEAI

0.14

(a)

Control
1.5 PEAI

0.84

100
(b)

1.22 KBT/q

Control
1.5 PEAI

Slope = 0.94
Jsc (mAcm-2)

VOC(V)

0.77
0.70
1.73 KBT/q

0.63

10

Slope = 0.87

0.56
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Figure 3.12. Light intensity dependence of (a) VOC. (b) Jsc. (c) FF of control and 1.5 PEAI
devices. (d) Mott-Schottky profiles of control and 1.5 PEAI devices at 20 KHz under dark
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condition.
The most likely impact of PEAI doping was revealed in an enhancement of VOC
and FF. Understanding charge recombination and charge extraction mechanics in the PSCs
is helpful to study the effect of PEAI incorporation on the perovskite. For this, we
conducted a light intensity dependence test on VOC, JSC, and FF by simply varying the
incident light intensities on the solar cell and recording voltage and current responses at
different intensities. Splitting of the quasi-Fermi levels of electrons and holes is directly
related to VOC, where free charge carrier concentrations set up quasi-Fermi level positions
[31, 66]. The relationship between VOC and light intensity (I) is given by,

*+, =

ln . 1
0

(3.1)

Where n represents the diode ideality factor, q is an elementary charge, k is the Boltzmann
constant, and T is the temperature. In ln (light intensity) vs. VOC profile, deviation of the
slope KT/q from unity indicates the dominance of trap-assisted monomolecular ShockleyRead-Hall (SRH) recombination. As the value of n approaches 2, the recombination is
solely due to traps. As shown in figure 3.12 (a), the 1.5 PEAI device showed a lower value
of ideality factor (1.22) than that of the control (1.73), indicating the dominance of
bimolecular recombination in the 1.5 PEAI devices, whereas trap assisted SRH
recombination in the control devices. Moreover, 3.12 (b) shows the light intensity
dependence of JSC, where 1.5 PEAI device displays a higher slope of 0.94 compared to
control with 0.87, suggesting the reduced extent of non-radiative trap-assisted
recombination and better charge extraction with PEAI incorporation.
These observations are further validated by performing the light-dependent fill factor (FF)
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tests, as shown in 3.12 (c). The FF is related to trap filling, which occurs at a low light
intensity of photo-generated charge carriers, and bimolecular recombination, which occurs
at a high density of photo-generated carriers [51, 87-89]. In the 1.5 PEAI device, the value
of FF decreased initially up to 45 mW cm-2 and then remained almost constant at higher
light intensities. This hints at the reduced extent of trap-assisted recombination in the 1.5
PEAI device, as better FF is expected at low light intensity (low carrier density).
Conversely, FF increased with increasing the light intensity up to 65 mW/cm-2 in control
devices and then decreased with further increment in light intensity. This advises the
dominance of trap-assisted recombination in the control devices as more photo-generated
charge carriers are needed to fill the traps.
These findings align with the VOC vs. light intensity test, suggesting that both bimolecular
and trap-assisted recombination dominate the control and PEAI treated devices. However,
the extent of the trap-assisted recombination is less severe in the 1.5 PEAI devices
compared to the control.
We also performed capacitance-voltage (C–V) measurements to reveal the
probable mechanism accountable for VOC improvement. As shown in Mott-Schottky
profile in figure 3.12 (d), higher built-in potential (Vbi) ~ 0.64 V was obtained for 1.5 PEAI
device compared to control device with ~ 0.53 V, indicating the presence of a stronger
electric field at 1.5 PEAI interface that facilities the better charge transport through the
device [37, 97-100]. Additionally, the background hole carrier density is higher in the
control device than that of 1.5 PEAI devices as the slope of the M-S plot is higher for 1.5
PEAI PSCs. This indicates a reduced capacitive effect due to the reduced extent of
oxidation of Pb-Sn films with the introduction of hydrophobic PEA+. These conclusions
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are consistent with other reports [101, 102].
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Figure 3.13. (a) TPV decay curves, b) TPC decay curves of control and 1.5 PEAI devices.

To see impact of the PEAI on carrier lifetime and transport time, we performed
transient photo-voltage (TPV) and transient photo-current (TPC) measurements. As
depicted in figure 3.13 (a) shows the transient photo-voltage decay profiles of the control
and 1.5 PEAI devices. The charge recombination lifetime or charge carrier lifetime (τrec)
was calculated from fitting of the exponential decay curve with mono-exponential function.
The value of τrec for the treated device was found to be ~2.14 µs which is longer than that
of control with ~0.99 µs. Figure 3.13 (b) shows the transient photo-current decay profiles
of the control and 1.5 PEAI devices. Devices were kept under short circuit current
conditions using a low input impedance of ≈50 Ω and excited by a nanosecond laser pulse
without background light. The value of charge transport time ( τtr) for each case were
calculated via exponential fitting of TPC curves and it was found that τtr decreased from
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~0.94 µs for the control to ~0.87 µs for the 1.5 PEAI device indicating better charge
transport with the PEAI incorporation. These improvement in charge carrier dynamics
further indicate defect passivation ability of the PEAI.
To back up the results obtained from TPV and TPC, we performed the study of charge
transfer dynamics measuring impedances at frequency range of 1 Hz-1 MHz using
electrochemical impedance spectroscopy (EIS).The results obtained from the measurement
were fitted with commonly used one R-C circuit [19, 75, 103-106] as shown in the Nyquist
plot in figure 3.14 (a). Figure 3.14 (b) shows the equivalent circuit table 3.3 lists the
corresponding fitting parameters. The control device demonstrated recombination
resistance (Rrec) of ~5 KΩ, whereas the 1.5 PEAI devices showed ~12 KΩ. This indicates
a low recombination rate enabled with the PEAI doping, further confirming the observed
increase in VOC and FF.
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Figure 3.14. (a) Nyquist plots of control and 1.5 PEAI PSCs, and (b) Equivalent one RCcircuit.
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Table 3.3. EIS fitting parameters of control and 1.5 PEAI devices
Device

Rs (Ω)

Rrec (KΩ)

CPE(nF)

Control

34.8

4.99

15.9

1.5 PEAI

29.4

12.45

13.1

0.01

2.20

J0= 3.8××10-17mA cm-2

1.65

1E-3
1E-4

(

Jsc mA cm-2)

0.1

(b)
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Current(mA)
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Figure 3.15. (a) Dark J-V curves of control and 1.5 PEAI PSCs, and (b) Photo-CELIV
profiles of control and 1.5 PEAI solar cells.
Figure 3.15 (a) presents dark J-V curves for control and 1.5 PEAI devices. The
control device has a reverse saturation current density of 3.8 ×10-17 mA cm-2. In the 1.5
PEAI device case, the value significantly decreases to 4.38 ×10-19 mA cm-2 indicating a
reduced number of traps with PEAI incorporation [107].Figure 3.15 (b) presents the charge
carrier mobility measurement using photo-CELIV. Experiment showed higher value of
mobility 5.67 х 10-3 cm2 v-1s-1 for 1.5 PEAI devices compared to control with 2.33 х 10-3
cm2 v-1s-1. The higher value of mobility is attributed to the better charge transport and less
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carrier recombination with the PEAI treatment.
3.2.3.1 Stability analysis of perovskite solar cells
The performance of solar cells is determined by their film properties, PV
parameters and the stability. To study the effect of PEAI on the PSCs stability, we
performed the stability tests of unencapsulated devices by tracking the evolution of PCE
and VOC over time while storing the devices in ambient and controlled (N2 filled glovebox)
conditions.
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Figure 3.16. Ambient and dark shelf stabilities of control and 1.5 PEAI devices. (a) PCE
evolution at ambient. (b) PCE evolution at N2 environment.
Figure 3.16 (a) shows that the PCE of 1.5 PEAI devices retained almost ~85% of
initial PCE over a storage period of 36 hours outside at ambient atmospheric condition of
RH 60±5%, while the control device only lasted for 27 hours. The PCE retained by 1.5
PEAI PSCs while storing the devices in a controlled N2 environment for 1050 hours was
found to be ~87 %, while the control PSCs could only retain only 47% of the initial PCE
for the same storage period (figure 3.16 b).
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VOC evolution over time by control and 1.5 PEAI was also performed. The VOC of
1.5 PEAI devices retained almost ~90 % of the initial VOC over a storage period of 36 hours
outside at ambient atmospheric conditions of RH 60±5%, while the control device only
could retain 28% VOC for the same storage period lasted for 27 hours as shown in figure
3.17 (a). The VOC retained by 1.5 PEAI PSCs while storing the devices in a controlled N2
environment for 1050 hours was found to be ~98 %, while the control PSCs retained only
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Figure 3.17. Ambient and dark shelf stabilities of control and 1.5 PEAI devices. (a) VOC
evolution at ambient. (b) VOC evolution at N2 environment.
To further confirm enhanced stability of PEAI doped devices, we experimented
with perovskite solution by keeping each of the perovskite solutions outside the GB (RH
60±5%) for a certain period and carefully observing the change in solution color. As shown
in digital photographs in figure 3.18 (a), 1.5 PEAI solution remained fresh even after 40
minutes of exposure, whereas control perovskite solution turned dark brown within 20
minutes of exposure. This suggests that even a trace amount of PEAI in perovskite

63

precursors can inhibit the oxidation of Sn. Furthermore, in figure 3.18 (b), the water contact
angle measurement further validates the hydrophobicity of PEAI doped perovskite film,
where 1.5 PEAI films showed a higher water contact angle of 68° compared to the control
with 42°. Thus, the improved crystallinity and pinhole-free compact perovskite film
morphology and hydrophobicity of PEAI-doped perovskite films might have a combined
effect on the improved stability of 1.5 PEAI perovskite solar cells.

Figure 3.18. (a) Digital photographs of Pb-Sn perovskite precursors solutions without
(control) and with 1.5 PEAI stored at ambient RH 60±5% for different time, (b) Water
contact angle measurement of control and 1.5 PEAI perovskite films.
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3.2.4 Conclusion
In summary, we developed a simple strategy to obtain high-quality Pb−Sn mixed
low-bandgap perovskite films with smooth pinhole-free surface morphology, high
crystallinity, and low electronic disorder by incorporating a suitable amount of PEAI for
perovskite precursor doping. As a result, improvements were reflected on PV parameters.
The high open-circuit voltage of 0.85 V achieved by our strategy corresponds to one of the
least VOC losses among similar Pb−Sn mixed low-bandgap perovskites while delivering a
high PCE of 17.33% with negligible hysteresis. Furthermore, the ambient and dark selfstabilities of the PEAI-treated devices were significantly enhanced due to the hydrophobic
nature of PEAI. Thus, this study paves a pathway to obtain defect-passivated, high-quality
Pb−Sn mixed low-bandgap perovskite films with lower VOC deficit and higher efficiency
and stability.
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CHAPTER 4 INTERFACE ENGINEERING OF LEAD-TIN MIXED LOW BANDGAP
PEROVSKITE SOLAR CELLS FOR IMPROVED EFFCIEICNY AND STABILITY
4.1 Introduction
The power conversion efficiency (PCE) of Pb-Sn mixed low-bandgap (LBG) perovskite
solar cell (PSCs) is inferior to that of pure lead-based medium bandgap counterpart because
of large open-circuit voltage (VOC) loss. The large Voc deficit is due to inefficient charge
transport at perovskite surface and charge collection/perovskite interfaces because of facile
oxidation of Sn2+ into more stable Sn4+. In our work, we have designed and implemented
a simple interface engineering strategy by inserting a thin layer of hydrophobic PTAA over
the hydrophilic surface of PEDOT:PSS. The conductivity and mobility of the HSL layer
improved with the HSL modification. The effect was reflected in the improved short circuit
current density of PTAA modified devices. Evidently, the perovskite grains sizes were
significantly enlarged, charge transportation dynamics were enhanced, which led to
reduced density of traps. As a result, a high FF of ~ 80% % was obtained with significantly
increased VOC up to 0.85V. The VOC obtained with this strategy is among the best VOC
obtained for Pb-Sn hybrid perovskite solar cells. Furthermore, a significant enhancement
in PCE (16.04%) for pristine PEDOT:PSS to 19.41% was obtained with the PTAA
modified HTL PSCs. Furthermore, the stability of unencapsulated devices was also
enhanced where 84% and 80% of initial PCEs were retained by PTAA modified PSCs
under the dark condition in N2 for 1100 hours and under continuous illumination in N2
environment for 108 hours, respectively. This work offers a simple interface engineering
strategy to improve the PCE and mitigate the VOC-loss of Pb-Sn mixed low-bandgap
perovskite solar cells.
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4.2 Result and Discussion
At first, optimization of PTAA concentration was performed. Then, different amounts of
PTAA were dissolved in chlorobenzene (CB) and spin-coated on top of PEDOT: PSScoated films. For ease of explanation, notation such as Reference, 0.3 PTAA, 0.6 PTAA,
and 0.9 PTAA were assigned to the films and devices made with pristine PEDOT:PSS,
PEDOT:PSS /0.3mg of PTAA in 1 mL of CB, PEDOT: PSS/0.6 mg of PTAA in 1 mL of
CB and PEDOT: PSS/0.9 mg of PTAA in 1 mL of CB respectively. The perovskite
composition of FA0.8MA0.15Cs0.05Pb0.5Sn0.5I3 was chosen as the baseline composition for
the films and devices fabrication. The composition was fabricated using the anti-solvent
assisted single step spin-coating method and was tested several times to get the consistent
film quality and optical bandgap.
4.2.1 Solar cell fabrication process
Figure 4.1 shows the complete solar cell fabrication process. Patterned ITO glasses were
cleaned using soap mixed deionized (DI) water, DI water, acetone, and isopropyl alcohol
for 25 minutes, sequentially under ultra-sonication. The substrates were then cured with
UV-O3 for 20 minutes. PEDOT: PSS layer was spin-coated at 6000 rpm/s speed / 5500
rpm/s acceleration for 40 s and immediately annealed at 140 ˚C for 20 min. For
PEDOT:PSS /PTAA samples, different concentrations of PTAA dissolved in 1 mL of CB
and was spin-coated over the PEDOT:PSS coated sample at the speed of 6000 rpm/s with
the ramp of 2000 rpm /s. The samples were immediately annealed at 100 ˚C for 15 min
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inside a nitrogen-filled glove box. For perovskite coating, 45 µL of perovskite solution
was dripped over the PEDOT: PSS or PEDOT:PSS /PTAA coated surface and then spun
at the speed of 750 rpm/s with the ramp of 500 rpm/s for 7 s and 5500 rpm/s speed with a
ramp rate of 3000 rpm/s for 35 seconds. 180 µL of Ethyl-acetate was quickly cast over the
spinning sample at 25th s at the second process. The substrates were then kept in a glass
Petri dish for 5 min before annealing at preheated hotplate (90 ˚C for 10 minutes). After
cooling down to room temperature, C60 (32 nm), BCP (8 nm) & silver (100 nm) were
thermally evaporated inside a thermal evaporator under the vacuum of 5 ×10-6 Mbar. The
initial deposition rate for C60 was kept ~ 0.05A˚/sec for 8-10 nm, then 0.2A˚/sec was used
for the rest of the thickness. BCP was deposited at a rate of 0.15 A˚/sec for the entire
thickness. The area of each device was 0.13 cm2.

Figure 4.1. Low-bandgap perovskite solar cell fabrication process.
4.2.2 Optical, electrical, and physical properties of perovskite films
Figure 4.2 (a-d) shows an absorption spectrum, XRD pattern, FWHM vs intensity profiles
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and steady state PL spectra of perovskite films grown on PEDOT:PSS and
PEDOT:PSS/PTAA.
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Figure 4.2. (a) Absorption spectra (Inset Tau-c plot of reference and 0.6 PTAA films), (b)
XRD patterns, (c) FWHM and Intensity profiles, and (d) Steady state PL spectra of
perovskite films grown on reference HSL, 0.3 PTAA, 0.6 PTAA, and 0.9 PTAA.
Figure 4.2 (a) shows the absorbance spectrum of reference and perovskite films grown
upon 0.3 PTAA, 0.6 PTAA, and 0.9 PTAA, respectively. 0.6 PTAA perovskite film
showed better absorbance than other concentrations of PTAA, and the optical bandgap
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remained almost at 1.25 eV (Inset figure 4.2 a). We performed an XRD experiment to see
the impact of HTL modification with PTAA in perovskite film crystallinity. As shown in
figure 4.2 (b), the formation of perovskite was confirmed with observed diffraction peaks
at 2θ of 14.09° and 28.2°, 32°can be assigned to (110), (220), lattice planes of the
perovskite crystals, respectively. To study the effect of HTL modification, the full width
half maximum (FWHM) of the perovskite peak at 14.1° was estimated for each perovskite
film (figure 4.2 c). The lowest value of FWHM and highest peak intensity value was found
to be for a 0.6 PTAA perovskite film, signifying the improved crystallinity of perovskite
film grown on a 0.6 PTAA film. FWHM was also in good agreement with the steady-state
PL result (figure 4.2 d), revealing that better quenching was achieved with a 0.6 PTAA
sample. Efficient quenching is the hint of proper charge transport and less non-radiative
recombination loss.

Figure 4.3. (a) AFM topography images of PEDOT: PSS film (b) AFM topography images
of PEDOT: PSS/PTAA film. (c) CS-AFM images of PEDOT: PSS film (d) CS-AFM
images of PEDOT: PSS/PTAA film.

70

Figure 4.3 (a-b) shows atomic force microscopy (AFM) topography images of
reference and 0.6 PTAA films, respectively. The reference film showed a smooth
morphology with RMS surface roughness of 1.89 nm. With the introduction of an ultrathin
PTAA layer over the PEDOT: PSS layer, the film roughness decreased to 1.07 nm. We
anticipated that the smoother underlying layer would help grow a compact and pinholefree perovskite absorber layer. Figure 4.3 (c-d) presents CS-AFM images of reference film
and modified HSL film, respectively. The local current distribution for each film was
mapped to evaluate the average current on the films. The average current for reference film
was found to be 7.9 pA, which significantly increased to 31.6 pA for modified HSL film,
indicating enhancement on conductivity of hole transport layer due to deposition of PTAA
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Figure 4.4. (a) In-plane I-V profiles of reference and modified HSL samples, and (b)
Device structure used for in-plane I-V measurement.
To support the result obtained with CS-AFM, we performed conductivity
measurement for the reference sample by recording in‐plane current-voltage (I–V) data
for every two adjacent electrodes. Figure 4.4 (a) shows in‐plane current-voltage (I–V)
characteristics curves for PEDOT: PSS film and PEDOT: PSS/ PTAA film. The device
structure used for the experiment is shown in figure 4.4 (b). The film resistance R was
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calculated from the gradient of I–V curves. Then, the conductivity values were calculated
using the equation below.

g

f= ×

(4.1)

h×C

Where σ is film conductivity, R is film resistance, while L, w, and t are film length, width,
and thickness, respectively.
The thickness of the reference sample was found to be ≈ 36 nm, whereas the thickness of
0.6 PTAA film was ≈ 38 nm as measured by the Dektek profilometer. PTAA deposition
did not cause any significant change in the transmission spectrum (figure 4.5 a). The
calculated conductivity for the reference film was found to be ≈ 8.014×10-3 S cm− 1, which
significantly increased to ≈ 0.78 S cm-1 for 0.6 PTAA film. Intrigued by the enhancement
of the conductivity of 0.6 PTAA film, we carried out the hole mobility measurement using
the space-charge limited current method [103]. The hole‐only diode devices were
fabricated using the structures shown in 4.5 (b-c). The hole carrier mobility was calculated
using Mott–Gurney equation.

μ=

iGj

k `0 `a

l

. W1

(4.2)

Where μ is hole carrier mobility, d is active layer thickness, is the dielectric permittivity of
free space (8.85×10-12 F m-1), is the dielectric constant of the active layer, J is current
density, and V is applied bias. Figure 4.5 (d) shows the relation between J1/2 versus applied
bias V. The slope of the space charge region was linearly fitted from the profile, and
mobility was calculated using equation 4.2. As expected, the hole mobility was increased
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to 7.283×10-3 for the 0.6 PTAA film from 1.21×10-3 cm2 Vs-1 for the reference film. We
believed higher conductivity of 0.6 PTAA film and improved charge interface quality
contributed to higher hole mobility for 0.6 PTAA films.
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Figure 4.5. (a) Transmission spectra of reference and 0.6 PTAA films, (b-c) Device
structures used as hole only device to estimate the hole carrier motilities using SCLC
method for reference and 0.6 PTAA films respectively, and (d) J1/2 versus applied bias V
profile for extracting the slope in SCLC region to estimate the hole carrier motilities.
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Fascinated by the fact that 0.6 PTAA HSL film possessed low surface roughness,
higher conductivity, and mobility than the reference HSL film, we further investigated
perovskite films grown on different HTL. As shown in figure 4.6 (a-d), the perovskite film
morphology for the reference sample shows a compact-pinhole free surface. However, the
orientation and sizes of the grain are inferior to that of 0.6 PTAA and 0.9 PTAA film
surfaces. When perovskite film was grown on PEDOT:PSS/ PTAA layer, large grains with
compact film morphology was obtained. In a polycrystalline film such as perovskite, larger
grain size is essential to reduce the PSCs photo-voltage loss. Fewer grain boundaries are
always preferred as the possibility of charge leakage would essentially minimize. The grain
growth mechanism and the possible reason for bigger perovskite grain on PTAA modified
HTL used perovskite films is explained later in this section.

Figure 4.6. SEM micrograph of perovskite films on (a) Reference HSL. (b) 0.3 PTAA, (c)
0.6 PTAA and (d) 0.9 PTAA.
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We further quantitatively compared the perovskite grain sizes of reference and 0.6
PTAA films (figure 4.7). The Image J software was used to measure the size of the grains
in each perovskite film. The average grain size for the reference sample was found to be
302 ± 128 nm. The average grain size for 0.6 PTAA samples was significantly increased
to 716 ± 185 nm. We anticipated that such a substantial enhancement on perovskite grain
size would support increasing the solar cell open-circuit voltage (VOC).
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Figure 4.7. Grain size comparison histograms for reference and 0.6 PTAA samples.
Estimation of an Urbach energy can provide information on the optoelectronic
quality of a semiconductor. The width of the tail of the absorbance curve estimates
localized defect states in the bandgap. When the semiconductor such as perovskite is
illuminated, such defect states prevent the direct transition of the charge carrier to the
conduction band [59]. The Urbach energy is calculated below the optical bandgap by linear
fitting ln (α) versus hγ profile using the relation α = α0 Exp (E/Eu), where α is the absorption
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coefficient, E (=hγ) is the photon energy, and Eu is the Urbach energy.
As shown in figure 4.8, Eu's values for perovskite film with reference HSL and 0.6 PTAA
HSL were found to be 83 and 68 meV, respectively. The observed reduction in the Urbach
energy for perovskite film with 0.6 PTAA indicates the reduced density of trap sites due to
possible passivation with PTAA modification of HTL
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Figure 4.8. Estimation of Urbach energies for the perovskite films with reference HSL and
0.6 PTAA HSL.

4.2.3 Possible grain growth mechanism
Since perovskite grains are considerably larger with PTAA modified HTL, it is essential
to understand such significant grain size improvement. Figure 4.9 shows the typical grain
growth mechanism in hydrophilic vs. hydrophobic surfaces.
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Figure 4.9. Possible grain growth mechanism in perovskite films using reference HTL and
PTAA HTL.
Typically, in the hydrophilic surface, the number of nuclei is higher than that of the
non-wetting surface because of the rapid heterojunction nucleation, which results in small
grain size. In addition, the high surface tension dragging force in the wetting surface, such
as PEDOT:PSS substrates, reduces the grain boundary mobility, limiting the grains to be
merged and become bigger [108]. In contrast, with non-wetting smooth surfaces such as
PEDOT/PTAA, the higher grain boundary mobility is possible because of the low surface
tension dragging force on the substrate favoring the suppression of nucleation in small
cavities to grow bigger grains [109].
To further study the wettability of the reference HTL and 0.6 PTAA HTL, we conducted
water contact angle measurements of corresponding films. As shown in figure 4.10 (a-b),
the angle was calculated as 11º for the reference film, whereas the 0.6 PTAA showed a
higher contact angle of 41º. This confirms the non-wettability of the former as compared
to the reference HTL film.
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Figure 4.10. Water contact angle measurement of reference (PEDOT:PSS) HTL and 0.6
PTAA HTL.
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Figure 4.11. (a) Typical device structure of a p-i-n LBG PSCs. (b) SEM cross-section
image of 0.6 PTAA used PSC (c) ) J-V curves for reference device and devices with various
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concentration of PTAA on PEDOT:PSS film as HSL. (d) J-V curves of reference and 0.6
PTAA PSCs.
Table 4.1. The photovoltaic parameters of reference device and devices with various
concentration of PTAA on PEDOT:PSS film as HSL

Device

Scan

Reference

0.3 PTAA

0.6 PTAA

0.9 PTAA

Voc (V)

Forward

Jsc (mA
cm-2)
28.05

0.78

FF
(%)
71.16

PCE
(%)
15.56

Reverse

28.07

0.79

72.29

16.04

Forward

28.25

0.81

73.73

16.87

Reverse

28.28

0.81

73.91

16.93

Forward

28.64

0.85

79.59

19.37

Reverse

28.67

0.85

79.65

19.41

Forward

28.31

0.83

76.02

17.86

Reverse

28.27

0.84

75.98

18.04

HI
(%)
1.2

0.35

0.20

0.99

To validate the perovskite film quality improvements with PTAA modified HSL, we
fabricated complete solar cells based on the device structure shown in figure 4.11(a). The
corresponding cross-sectional SEM image is presented in figure 4.11 (b). The perovskite
thickness was found to be ~ 700 nm. Figure 4.11 (c) depicts J-V curves for reference
devices and devices with various concentrations of PTAA on PEDOT: PSS film as HSL.
Table 4.1 summarizes corresponding PV parameters for the device with each condition. As
shown in figure 4.11 (d), the best PCE of 16.04 % was obtained for the reference device in
reverse scan exhibiting short current density (JSC) of 28.07 mA cm-2, open-circuit voltage
(VOC) of 0.79 V and fill factor (FF) of 72.29%. 0.3 PTAA device exhibits the best PCE of
16.93 % in reverse scan with slightly increased VOC of 0.81 V, FF of 73.91%, and JSC of
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28.64 mAcm-2. 0.6 PTAA device exhibits superior performance with best PCE of 19.41 %
in reverse scan with significantly increased VOC of 0.85 V, FF of 79.65%, and JSC of 28.67
mA cm -2. VOC loss of such a device is only ~400 mV. This achieved VOC-loss is among
the least VOC loss reported with a similar bandgap (1.2-1.27 eV). 0.9 PTAA PSCs showed
better performance than reference, 0.3 PTAA PSCs with PCE of 18.04 % in reverse scan
with a decent VOC of 0.84 V, FF of 75.98%, and JSC of 28.27 mA cm -2. VOC obtained with
0.9 PTAA is reasonable because of the bigger grain size than perovskite films with
reference and 0.3 PTAA HTLs. The 0.6 PTAA PSCs also demonstrated a much lower
hysteresis index of 0.20% than the reference with 2.18%.
Figure 4.12 (a) shows the stable power output profiles for PSCs with reference and 0.6
PTAA. 0.6 PTAA PSCs delivered a stable power output of 19.38%, outperforming the
reference PSCs with 15.81% for 500 sec. Figure 4.12 (b) shows the PCE histogram of 35
devices for each of the conditions. 0.6 PTAA devices showed the best average PCE of
19.03±0.3 %, whereas the reference devices showed only 15.69±0.4.
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Figure 4.12. (a) Stable power outputs for reference and 0.6 PTAA PSCs, and (b) PCE
histogram of reference and 0.6 PTAA PSCs.
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The device statistics are illustrated in box charts shown in figure 4.13 (a-d). Each
performance parameter for 0.6 PTAA PSCs was found to be greater than that of other
devices. 35 devices of each condition were used to plot the box charts for different PV
parameters.
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Figure 4.13 (a-d). Box charts showing device statistics for PV parameters of reference
device and devices with various concentration of PTAA on PEDOT: PSS film as HSL.
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Figure 4.14. EQE profiles of reference and 0.6 PTAA PSCs

External quantum efficiency (EQE) profiles of reference and 0.6 PTAA PSCs are
depicted in figure 4.14. The integrated JSC obtained from the EQE curves for the reference
and 0.6 PTAA PSCs were well-matched with the JSC extracted from the J-V curves.
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Figure 4.15. (a-b) Nyquist plots at different bias voltages for reference and 0.6 PTAA PSCs
respectively.
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Electrochemical impedance spectroscopy (EIS) is a convenient and extensively
used tool to study the charge transfer dynamics through the perovskite solar cells'
interfaces. The reference and 0.6 PTAA PSCs charge transfer dynamics were studied by
measuring impedances at the frequency range of 1 Hz-1 MHz at dark conditions. Figure
4.15(a-b) shows Nyquist plots for both reference and 0.6 PTAA PSCs with different bias
voltages, respectively. The obtained results were fitted with commonly used one R-C
circuit to extract charge recombination resistance (Rrec) of PSCs interface [19, 75, 103105]. The higher value of Rrec indicates a low recombination rate which is the trend
observed for 0.6 PTAA devices. Every value of Rrec was higher in the case of 0.6 PTAA
devices with every biasing voltage.
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Figure 4.16. Mott-Schottky profiles of reference and 0.6 PTAA PSCs.

We also performed capacitance-voltage (C–V) measurements to elucidate further
the possible mechanism responsible for enhancing PV parameters. As shown in Mott-
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Schottky profiles in figure 4.16, the 0.6 PTAA device showed a higher built-in potential
(Vbi) ~ 0.61 V compared to reference with ~ 0.57 V. The higher Vbi indicates the presence
of a stronger electric field facilitating better charge transport through the interfaces [37, 97100]. This is the primary reason behind the substantial enhancement in Voc from 0.79 V
for control to 0.85 V for the 0.6 PTAA devices. The results from both the EIS study and
M-S measurement are in line with the assumption that deposition of a tiny layer of PTAA
over the PEDOT: PSS layer improves the quality of the perovskite/ HSL junction. These
are concrete evidence of enhanced charge transportation in PTAA modified devices as
compared to the reference device.
We further quantitatively calculated the trap densities in reference and 0.6 PTAA
PSCs by recording the dark J-V curves of hole-only devices. Figure 4.17 (a-b) shows that
there are three distinct regions and can be defined by J ∝ Vn relation, with n=1 being the
ohmic region, n=2 is the SCLC region or the child region. The third region (n>3) is called
the trap-filled region (TFL), which lies in between the ohmic and child region, where
current increases quickly and non-linearly with a slight increase in bias voltage specifying
that traps are continuously filled up with the charges [83]. The kink point is called trapfilled-limit-voltage (VTFL) and is used to calculate the trap density (Ntrap) using the
equation below [84].

^CD_F =

V`0 `a bc/
B W

(4.3)

Where ε0 and εr are free space vacuum permittivity and relative dielectric constant of the
active layer, respectively; L is the thickness of perovskite film, and e is the elementary
charge. The hole trap density for reference PSC was calculated to be 7.88 ×10-15 cm-3 which
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significantly reduced to 5.03 ×10-15 cm-3 for 0.6 PTAA PSC, indicating the role of PTAA
in defect suppression as well, and this understanding is consistent with Mott Schottky
analysis where enhancement on Vbi validated better charge transportation through the HSL/
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Figure 4.17. (a-b) Space charge limited current (SCLC) profiles for hole only devices for
reference and 0.6 PTAA samples respectively.
We further conducted the transient photovoltage (TPV) and photocurrent (TPC)
experiments to get insight into the PSCs charge carrier dynamics. Figure 4.18 (a) shows the
transient photo-voltage decay profiles of the reference and 0.6 PTAA devices. As shown
in the TPV decay profile, slow decay indicates the longer charge carrier lifetime (0.6 PTAA
sample), and fast decay represents the shorter carrier lifetime (reference device). The fast
decay in the TPC profile in figure 4.18 (b) indicates better charge transport with 0.6 PTAA
PSC and slower decay with reference PSCs. Both longer recombination lifetime and shorter
transport time are beneficial from a device perspective because charges can be collected to
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the electrodes before recombining. Enhancement in a lifetime for 0.6 PTAA is ascribed to
the improvement on charge extraction and interfacial defect passivation ability of the
PTAA layer.
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Figure 4.18. (a) TPV decay curves of reference and 0.6 PTAA PSCs. (b) TPC decay curves
of reference and 0.6 PTAA PSCs
We further performed light intensity dependence VOC, JSC, and FF tests to help shed
light on the charge recombination process. The relationship between VOC and light intensity
(I) is given by,

*+, =

ln . 1
0

(4.4)

Where q is the elementary charge, n is the ideality factor, K is the Boltzmann constant, and
T is the temperature. The value of the slope of VOC versus ln (I) profile is used to estimate
the diode ideality factor and indicate the recombination mechanics dominating the device
during the operation. The value of slope KT/q away from the unity indicates the dominance
of trap-assisted monomolecular Shockley–Read–Hall (SRH) recombination, and the
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slope's value closer to the unity indicates the dominance of bimolecular recombination
phenomena in the device. As shown in figure 4.19 (a), 0.6 PTAA PSCs showed a lower
value of ideality factor (1.26) than that of the control (1.68), indicating the dominance of
bimolecular recombination in the 0.6 PTAA devices whereas trap-assisted recombination
in the reference devices. Furthermore, light dependent JSC profiles the in figure 4.19
(b) device showed a higher slope of 0.97 for 0.6 PTAA than the reference device with
0.92, indicating the better charge extraction and transportation with PTAA
modification. Figure 4.19 (c) shows the light dependence FF test. The FF value is expected
to be almost constant throughout the illumination intensities if the recombination
mechanism in a solar cell is dominated by bimolecular recombination. In the presence of
traps and recombination centers, FF will not be constant throughout the illumination
because more photo-generated charges will be needed to fill-up the traps [87-90]. In the
case of the 0.6 PTAA HTL devices, the value of FF decreased initially up to 20 mWcm-2.
However, it remained constant throughout the rest of the illumination intensities specifying
the reduced extent of trap-assisted recombination in those devices. On the other hand, FF
continuously decreased with increasing the light intensity throughout the full range of
illumination intensities in reference devices, suggesting traps and recombination centers in
the reference device.
Figure 4.19 (d) shows the dark J-V curves of reference and 0.6 PTAA PSCs. The reference
device has a reverse saturation current density of 1.04×10-11 mA cm-2, which significantly
decreased to 6.51×10-14 mAcm-2 for a 0.6 PTAA device, indicating a reduced number of
traps and efficient charge transportation on PTAA modified PSCs. The reduction in leakage
current is understandable from the fact that 0.6 PTAA HTL instigated the larger perovskite
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grains and fewer grain boundaries, as evidenced by SEM images. We also estimated the
values of series and shunt resistances in the reference and 0.6 PTAA PSCs and are
presented in table 4.2. Reduction in series resistance (Rs) for 0.6 PTAA film to 4.13 from
8.97 Ω for reference film is apparent because of the improved film conductivity and
mobility, as discussed earlier. The value of shunt resistance RSh for 0.6 PTAA PSC was
estimated to be 288.23 KΩ which is much higher than that of reference PSCs with 163.54
KΩ. Substantial enhancement on RSh is reasonable and is correlated to significant
improvement on VOC and FF of 0.6 PTAA PSCs.
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Figure 4.19. Light dependence of (a) VOC, (b) JSC, (c) FF of reference and 0.6 PTAA PSCs.
(d) Dark J-V curves of reference and 0.6 PTAA PSCs.
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Table 4.2. Extracted reverse saturation current density, series, and shunt resistances from
the dark J-V curves of reference and 0.6 PTAA PSCs.
Device

J0 ( mA cm-2)

Rs (Ω )

Rsh ( KΩ )

Reference

1.04×10-11

8.97

163.54

0.6 PTAA

6.51×10-14

4.13

288.23

4.2.5 Stability analysis of perovskite solar cells
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Figure 4.20. (a) PCE evolution of reference and 0.6 PTAA PSCs in Glovebox over the time
(b) Operational stability of reference and 0.6 PTAA PSCs at MPP inside glovebox over the
time under continuous 1.5 AM light illumination.
The stability of the unencapsulated devices was evaluated by tracking the evolution
of PCE over time while storing the devices in inert (N2 filled glovebox) conditions. As
shown in figure 4.20 (a), an excellent PCE retention of ~ 83 % was obtained for the 0.6
PTAA devices, whereas the reference device retained only 35 % of its initial PCE over the
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storage time of 1100 hours. Figure 4.20 (b) shows maximum power point (MPP) tracking
of unencapsulated reference and 0.6 PTAA devices under continuous light inside N2 filled
GB. The reference device died entirely after 54 hours, but 0.6 PTAA PSC device ran up to
108 hours with a decent PCE retention of 80%. The reduction in PCE of reference PSCs is
ascribed to degradation of perovskite film under continuous illumination, indicating
inferior photophysical properties of the reference sample to that of 0.6 PTAA sample.
To study the effect of HTL modification with PTAA on photophysical properties
of perovskite films, we continuously illuminated the reference perovskite sample and 0.6
PTAA sample by recording the absorption spectra and XRD patterns for both films.
Figure 4.21 (a) shows the absorption spectrum of reference perovskite film degraded over
the illumination span of 54 hours. Digital photographs in the inset showed the physical
degradation of the film. In contrast, the absorption spectrum of 0.6 PTAA perovskite film
remained almost the same as fresh throughout the illumination period of 54 h (figure 4.21
b). Thus, digital photographs of perovskite films in the inset did not show significant
physical degradation. This observation is in good agreement with the XRD pattern recorded
for both fresh and 54 h illuminated samples for each condition. As depicted in figure 4.21
(c), the intensity of the PbI2/ SnI2 complex is prominent in the case of reference perovskite
film after the illumination of 54 h, which is ascribed to the decomposition of perovskite
into lead and tin species, indicating the intrinsic instability of the reference perovskite film.
On the contrary, PTAA modified perovskite sample did not show the significant
decomposition of perovskite into lead and tin complex. Also, the intensity of perovskite
characteristics peaks at 14.09° and 28.2° are higher than that of reference perovskite film.
These results demonstrate the superior operational stability of PTAA modified PSCs over
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the reference PSCs. The improvements on both the dark shelf and operational stability of
PTAA modified PSCs can be credited to superior perovskite film morphology obtained
with large grains with minimal grain boundaries, improved crystallinity, minimized
interfacial defects, and superior charge transport dynamics.
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Figure 4.21. (a-b) Absorption spectra of fresh and 54 h illuminated perovskite films for
reference and 0.6 PTAA samples respectively (Insets: digital photographs of corresponding
films), (c) XRD patterns of fresh and 54 illuminated perovskite films with reference and
0.6 PTAA HTL.
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4.3 Conclusion
In summary, the Pb-Sn mixed low-bandgap perovskite films with superior morphology,
excellent optoelectronic properties with large grains, few grain boundaries, high
crystallinity, and reduced trap density were achieved with a simple modification of HSL
with PTAA. The improvements were reflected on PV metrics of fabricated PSCs where
champion PCE of 19.41% was achieved with improved JSC, high FF of ~80%, and high
open-circuit voltage of 0.85 V. The VOC-loss of 0.4 V attained herein corresponds to one
of the least VOC-loss among similar Pb–Sn mixed low-bandgap perovskites. Furthermore,
the PTAA modified HSL PSCs dark-self and operational stabilities significantly elongated
because of improved HSL/ perovskite interface quality. This study provides a simple but
powerful method to obtain high-quality Pb–Sn mixed low-bandgap perovskite films with
higher VOC, FF, PCE, and stability. Moreover, this strategy can be easily adapted to
improve the performance of other perovskite compositions as well.
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CHAPTER 5 CONCLUSIONS AND FUTURE WORKS
5.1 Conclusions
Pb-Sn mixed perovskites have several critical issues which hamper the quality of the
perovskite absorber layer. To [27] solve a few of them, we have successfully employed
several strategies. We also performed several films and device-level characterizations to
study and examine the behavior and performance of PSCs. The significant findings of the
dissertation are as follows.

•

Oxidation of Sn+2 to more stable Sn+4 restricts the Pb-Sn-based PSCs to achieve
higher efficiency and stability. In addition, a trace amount of PEAI incorporation
(1.5 mg per mL of perovskite solution) to the perovskite precursor solution can
inhibit the rapid oxidation of Sn+2 also controls the perovskite crystallization
process.

•

Unwanted photo-inactive particles can compromise the PV performance of PSCs.
Such particles (Pb2/SnI2) on perovskite surface causes inhomogeneous
crystallization forming rough and non-compact surface. Removal of such particles
can help grow compact pinhole hole free, smooth perovskite surface.

•

Defect passivation at the perovskite film surface resulted in a smooth, compact film
with high crystallinity and lower electronic disorder by passivating both positively
and negatively charged defects. A possible defect passivation mechanism was also
described in detail. The evidence of co-ordination of Sn+2 and Pb+2 with lone pair
of a free electron in PEA+ was also explained briefly with the help of Raman
Spectroscopy.
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•

The PSCs fabricated using PEAI as an additive resulted in very high VOC of 0.85 V
(Average 0.83±0.01) and PCE of 17.33 % (Average 16.98±0.3). On the contrary,
the control PSCs without PEAI could only get the best VOC of 0.76 V (Average
0.73±0.02) and PCE of 14.61 % (Average 13.84 ± 0.7). The VOC of 0.85 V is among
the best values obtained so far for similar bandgap Pb-Sn PSCs and corresponds to
a VOC loss of only 0.4 V.

•

The ambient and dark self-stabilities of the PEAI-treated devices are significantly
enhanced. The improved crystallinity pinhole hole-free compact perovskite film
morphology and hydrophobicity of PEAI-doped perovskite films might have a
combined effect on the improved stability of 1.5 PEAI perovskite solar cells.

•

In our second project, we explored using an ultrathin layer of P-type semiconductor
PTAA over the commonly used hole selective layer (HSL) of PEDOT:PSS to tune
the conductivity of the HTL layer and to improve the charge transport properties of
perovskite / HTL junction.

•

PEDOT:PSS /PTAA, when used as HTL, resulted in high film conductivity and
mobility as evidenced with CS-AFM and SCLC measurements. Moreover,
perovskite grain size also significantly enlarged, benefiting from the hydrophobic
nature of PTAA. The trap density in the perovskite surface was also significantly
reduced. The perovskite grain growth mechanism in both PEDOT:PSS and
PEDOT:PSS/PTAA layers was also proposed and explained.

•

The PSCs fabricated using PEDOT:PSS/PTAA as HTL resulted in very high VOC
of 0.85 V (Average 0.83±0.02) and PCE of 19.41 % (Average 19.03±0.3). The
reference PSC on PEDOT:PSS could only get the best VOC of 0.79 V (Average
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0.76±0.02) and PCE of 16.04 % (Average 15.69±0.40). The VOC of 0.85 V is among
the best values obtained so far for similar bandgap Pb-Sn PSCs and corresponds to
a VOC loss of only 0.4 V.

•

A tiny layer of hydrophobic PTAA can protect the underlying layer of acidic
PEDOT:PSS from oxygen and moisture. This fact was reflected in the enhancement
of the PSCs operational and dark-shelf stabilities with PEDOT:PSS/PTAA.

5.2 Future work
Numerous future works can be done to improve the perovskite composition, structure to
achieve higher performance which can be the extension of this dissertation. Some of the
potential future works are listed below.

•

The bandgap of the low bandgap 'rear' cell depends on the 'top' cell's bandgap in
tandem structure, and it can be changed just by changing the Pb and Sn percentage.
In our work for 1.25 eV, we have used 50% Sn and 50% Pb. If required, increasing
the Sn percentage can lower the bandgap. Nevertheless, the proper anti-oxidation
agent should be added to the perovskite solution to compensate for the Sn+2
oxidation.

•

In our first project, we witnessed that a trace amount of PEAI addition to perovskite
solution can inhibit the rapid crystallization of Pb-Sn-based perovskite films
simultaneously passivating both positively and negatively charged defects.
Therefore, finding a suitable additive is necessary to control the Sn oxidation. In
this regard, the use of different antioxidant with different functional groups can be
studied.
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•

Exploration of different characterization techniques would be helpful to examine
further the perovskite crystal structure, composition, and effect using the PEAI into
perovskite. Since XRD did not show any 2D peaks but using XPS and TEM, further
information about 2D/3D heterostructure formation can be obtained.

•

In our second project, we used PEDOT: PSS and PEDOT:PSS/PTAA as the hole
transport layer. PEDOT:PSS is acidic and has low conductivity. PEDOT:PSS can
be wholly replaced with other suitable HTLs. PTAA can be doped with a suitable
dopant to increase conductivity and mobility further. In addition, different robust
HTLs can be explored to get better stability and performance.
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